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(57) [g$] CflGEW) 
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?I, XlXliEUVffll/ >>'X h ffijfflnZtm? S o 

(X) ©«R S^ttSAIfS^flittj; 




(X) ^ RlMR2ii, i-T-feS4ot 

mm^mto m«i~2o©SE»£^fo ) 



(51)Int.Cl. 7 
G 0 3 F 7/039 6 0 1 

C 0 8 F 8/00 
12/22 

H0 1L 21/027 
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ft fM 2 0 0 2 - 3 2 3 7 6 8 



[#ffff*©M 

mi] (a) TiE-HKS (x) Tf^snsa* 
*u«r«^^si§«tt^Ji^s«s^ &tf (b) 



Rl / R3 \ 

-0— C-O-f-C— ) Z 

R2 \ R4 /m 



(X) 



H&S (X) RlStfR2(i, [!JHT&Sft-3Tt> 

Tt<t<, jmw^ximwm. 1 - 4 tor 

to R 3&t5R 4«, |s]-TfemaoT^Ttj;<, /j< 

SS^«fo m(il~20 ©SEa*Sfo 
[0 0 0 1] 20 

[fg^cofiTsK^u] ¥*f&Mftigj&£ 

[0 0 0 2] 

Sffff f|4 , 491 , 628^0jlffl* gfcfflf#ffFfg29, 139^HJlffl 

[0003] ±fBfk^tiiPs§y#^P^x hSBSftHi, r 

(«fg^iJ) , &t«^M4a*if-f87/l^0 

t s sag t mm.m& eas2 . h« t <dr 

[0 0 0 4] f#F#F9 - 3 1 9 0 9 2 ^fgtd^T, 

&mmmmi^mtf&% £ lth^ trct^8o s 

ft, WPw1¥l 0-2 2 1 8 5 4%^, WWk7*.% 

& < Jin, » s ns i^x h ^ ^w-^-mk 
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X& X«E UV (Extreme Ultraviolet) ^©ffift 

y A- * T' © ? 1 £ « £ R$ M £ «t S t tl/c 

fc^ftffiSUJ^Sl^X h fifiSctl^if ttt S C £ 
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iff 8 {fc^ftfcWf 5 # 5?$! 77Xb ^ 5 £1 
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[0 0 0 8] HKS (X) tfi % R 1 Rtf R 2 B % ^J-T 
;l/*;Pa*Sf 0 R3MR4B, ^Ttsa^t^ 

^axasg^a^afo m a 1 ~2 o©«^-r 0 

[0 0 0 9] jgte, »SLV\«t LT«T©«fiSc^^ 

(2) mm (a) ^thb-iStj: cd M/-»rj; on) 
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XBEUVffll/J?Xh 
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[oo 1 1] s (i) &xf (in) ^ R21 i±7kmm 

7;J^;i/S> r U r^n^S, r->;i-S 10 
«±!2-ms (x) T^snaa^s-ro 

[0 0 12] (3)tB(a)^TEHlH(I), 

-ms (id k^-ms (nvT^timmmim 

(1) fcf2Sc©^5M?«> XIXttEUVffll/^X 
[0 0 13] 




® 0. 5< (I) / (I) + (II) <0. 8 5 
(Stf, (I), (n), (III) ^ HR3 
(IK -IRS (ID RtfHKS (lll)T?^ns*3i 

WiC-t^^S^ o ) 
[0 0 15] (5) S (X) CJ5^T, RlSffR2£D 

4 t ;^STf*seii:*ff«i:'rs±IE ( 1 ) ~ (4) ©v> 

[0 0 16] (6) ±m (b) ?SttSMfS©SWci D 
H*^-rsft^f*V r§MfS©MIf^D, X;V 

*y^^-r§Tte-»s (a- 1) , (a-2) , 

(A-3K (A-4K (A-5) % (A — 6) RXf 

(a- 7) T-«2n«{ta«© tfe is?* 

5il t^WUtf S±fH (1) ~ (5) WfftjWciH 

«©^>>'§ym?n xatxa e u v m i->>'x h Kio 

[0017] 
[ft 5] 
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[0 0 1 4] S (I) ~ (III) R2 ltfck^Jg? 
X^^S^SU R 2 2im(D{mic£ijKBLr£ 
^mzmu R 2 3 «/j<fflM?, Mnyi/jg^ 

*zsm*mt 0 nttl~3©II5:St„ Wtt±IEHR 

s (x) -p^snss^s-ro 

(4) TH2-I5S (IK -ItS (II) &tK»S (II 
I ) ■£ ft S «Jt*ffi © Jt*^TfE®~® 
t8i:t*1W[i:t8 (3) tcia«o*^»?«, x 
sxa Euvffl ikx h ffl« 0 

® 0. 1 0< (I) / (I) + (II) + (III) < 
0.2 5 

© 0. OK (II) / (I) + (II) + (III) < 
0. 1 5 

© (I) > (II) 
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[0018] S (A-1) , (A-2) cK Ri~R 

^tKKfCK Xtt-s-Reg^K Re«7;i/ 
*;va, xa7'j-;H*it„ x-a, ^««x«ist 

©^6atin«s^a< 1 (mrr §k ail 
ftmtximimmmm 4-7 ficr^^s&t/ 

wr«*\ *ii«xa^K«©^a i~3iom 

tfe3fflwrs*\ i~5fi©^n^fVM?^W'rs 
*\ gt< immttXtettmR<Dmm& 1 ~ 1 0 ©xx 

[0 0 19] 
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b 5 
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~3ffl©Ri4 ~Rie ©^^©^©2ffl^5lHaSl3-L 

[0 0 2 5] 
[ft 9] 



(Rl0)q 

[0 0 2 0] S (A- 3) ffi, Rz — Rioli, 

nr;Wl^, 7;Vn^>§, nFn+->l, Xtt^n 

[0 0 2 1] 
[ft 7] 



[0 0 2 2] S (A- 4) ck Rn ~Ri3 IWHTfc 

r;l/n+s/S, fcKn+S'g, ^n^yf!? 

xa-s-R 6 a*^f 0 Re, x-a±tst^*T^ 

So K m&tfntt, ^UttSS-3lt<j;<, 1-3 so 
©fiSfc^To K mSO'n^2Xtt3(Df / ^ 2 
~3fi©Rn ~Ri3©d^©#^©2ffl^St/^cS-n-L 

t, MUSI, ?««Sxa^§S^ty5~8f@©^^ 

[0 0 2 3] 
[ft 8] 



[0 0 2 4] S (A-5) i=|=r. Ri4 ~Ri6 ti, |q— Tfc 

)i*)im, r;i/3+s/s, cko^>i, /NP^vjg? 

Xtt-S-RsS^fo Re, X-atuiet^*T-^ 
So K mSffnli, |^UTft>aaoTt«t<, 1~3 
iV^fo K mSffn^M2Xtt3©f^, 2 
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[00 2 6]S(A-6) ^ YliWIS^WLT^T 

[0 0 2 7] 
[ftl 0] 
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R50 >C T^R 48 
[0028] -es^nss^t (R31 ~rsi a, 

£/SU R 3 1~R 3 5, R36~R42StfR43~R51 HZft 

fc, FX;b*^-hft^©«StlS^rL 

TVTfeiVo xaBfis^MtLT^Tfci^Bii # 
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S (A-7) cK Aru Arztt, IsHTfcS&oT^ 

[0029] ( 7 ) ±t 2 ( b ) m'WimmwM ciD 

* ^i^f^f ( P A G 3 ) RXf ( P A G 

4) Titans fi^#)©?v>ft< i«T*scifc 

^Wf£fc-f§±!B (1) ~ (5) ©^-ftl^KHBiS©^ 

ymn^m, xmzit Euvai/^h 

[0 0 3 0] 
[ft 1 1 ] 
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[0 0 3 1]^ A r 1 , A rm, &*®mc, B#| 

l < a*BS5©'/ y -;ps^To r 203 , r 204 , r 

R 203 , R 204 , R 205 0^©20*3j;rfA r \ A r 2 

a * n ^no**^* fc immmttfr l tis^- l t t <t 
[0032] (8) gt, &mtsmfDffliK& *)yy 

12 (7) £iB«©#^5M?S§U UVfflUi? 
[0 0 3 3] (9) S6tffl«r^yft:^(*#^'r« 

£it^#iS[frs±f2 (1) ~ (8) (D^tnmcmm 
(D^jmn^m, xmxi* e u vsi/^xfiaii. 
do) -z^icyy m^msmixit y v 3 y^nm 

(I) ~ (9) o^-fn*^iH«©*^S!«?«, xs 

XBEUVffll/^H». 

(II) l«fffflt<iD5j v «L, 7;l^yg»«t*hr 

S±fB (1) ~ (1 0) ©v^fti*HcifeK©4°^^ 
[0 0 3 4] 

(a) -1 :±iB-ias (x) -p^nsaswrs, 

' X ' icfetf-S R K R 2 ©7;^;Hi LT 



It, *?)\>m^ x^a, n-7°ntf;ya^ -fV7°ntf 
n-7'^a, ^V7f;H, sec-W 

a, t -wi/s^og^s 1 ~4i@©r;^;va^^ 

IfSn^o R3, R4tt, ^Hrfcg&oT^Tfc<£ 

f 0 r;i^;va«, an, 5m attw-fn 
7t)ii\ Bil7;^;vatLTa, KKiiSSi 

1-3 0, S6KffSU<ttl~2 0^5, 
*^;l/g, x^;l/a, n-7°ntf;ya, n-7^;l/S, 
n-^yfvws, n-^\^>;ia, n -^T^va, n 
-**^;l/S, n-7-;l/a, n-x*-;ya^*W 
StiSo M7^;HhLTS, »£L<«KHiSl 
-30, J5£^L<ttl~20TS^ i 

-fuMfrm, i-y=f)im, t-7'^a, 

•f ;W|> t -^y-^^a, i — M^>;Wik t -"v^ 
;i/S> i --\7°^a, t -+\?<f-h^ i 

a, t-t^f-im, \-/=-)vm, t-y^y^/i-a 

j*XS3~3 0, je,E^L<ii3~2 0TS^ M 
->7n7°nt£;Pa, ^7n7'^a, -^n^y 

Pf^ns. r iMR2©'>a< tfeo-toa^ssc 

[0 0 3 5] Zli, flBJS*WbTVTt>«tV7x-;l/ 

[0 0 3 6] 
[ftl 2] 

(K5) n 



[0037] R5ii, H^a*WLTfei^7;^;i/ 

a, M^a^WLTt^ry-^a, w^a^WLT 
fei^r^^^a^-To niio~5©is*gt 0 
[0038] r 5 1 LT©r;i/+;vaa, mm, im, 
afto^fm?tA^. r 5©afi3;/ca^K«7;^ 

/HtLTti, !(KL<HMil~3 0, Sfit^fS 

l < assise i~2ot*^ M*. a\ -^;ya, x 

;ba, n-7°nH;l/a, i -7°ntf;ya, n-7'^ 
1, i -7'^;VS, t-7'^;VS, n-^>-^;VS, i 

-■^y^;i/a, t -^y-^;ya, n-^->;ya, i- 

^+->;l/l, t -^\^i/;ya, n -^\7°-9 1 ;l^a, i 

7°^a, t--N7°^a, n-^7^a, 

^;ba, t-^7^;i/a, n -/-;ya, 

a, t-7^;ya, n-r*-*l, i— r*-;va, 
t — r Afx;l/as n-^yf^^ i-'Jyr^ 
a, n - Kr7;H, i - Kr->;H, n-h'J r 



(6) 



t#H 2002-323768 



10 



1- h'Jfi'lH, n-rF7r>;H i-fh 
n -^tr-»H i --v^xi^l/g, n — -\ 

a> i-^^^r^V-S, n-7fr>/H, i -7^ 

[0 0 3 9] R5©SU57M;VlJ:LTa, W£L< 
1~30, 56 icm L < ^MlffS 1 ~ 2 0 T? 
% <0 , 2 0 STO^fg&Tfgfc^ja-rsmTffcW&g 

*Wl/?fcWKr;W i ;l/T?t>«t<, MAtf, y7n7°ntf 10 

i/;l/a> ^i'n^fii/i, ^>7n^7f-;bS, ->7p 
7— ;M|> ->^nr*-^E i'^D^vf^VE 5/ 
7PF r S^S, ^ 7 n h U r->;H, ->^nh U r v 

57P i/ 7 n^i^l/S, 4 - n - v ;b v 7 n 7 
^D^\^i/;l/a, ^y^— ^^-viy^n^y^aV 20 

So 

[0 0 4 0] R 5©7U-;l/atLT«, £?£L<«K 
fg»6~3 0, *6KffSL<ttKS»6~2 0Tf* 

7x-;H, 4-^f-;i-7x^;ba, 3- 
>(f;l/7x-;H, 2-^f;u7x^;H, 4-x^ 
7i-;H, 3-xf;i/7x-;H, 2-x^/i/7x^ 
;l/S % 4-n-7 c nt°;K7xx;i/a> 3-n-7°nfc°;l/ 
7x-iH, 2-n-7°ntf;P7xx;Pas 4-1-7° 30 
ntf;l/7xx;va 3 - i -7°nfc°;K7xx;l/a> 2- 
i -7°nt°;l/7xx;l/a> 4->^p7p»7i^1/ 

3- ~>7n7ntf;l/7x^;l/S, 2-y/7n7ntf 
;P7x-;H, 4-n-7'7 L ;1^7x^7l/S 1 3-n-T* 
f*7x-;H, 2-n-7'7 L ^7x^7l/S 1 4-1- 
7f^7x-;H, 3 - i -7'7 L ;1^7x^7l/S 1 2 - i 
-7^7x-;H, 4-t-7g L ;K7xx;i/a> 3- 

t-7^1/7x^;H, 2-t -7'7 L ;b7x^7l/S, 4 

-i/7n77 1 ^7x^;l/S, 3-^^07^71^ 

2- >yP7f*7x^;H, 4-5^n^yg L ;l/ 40 
7x-;H> 4-iy7n^i/;l/7x^7l/S, 4-5/7 
n-\7°f--^7x^;l/S, 4-5/7n;t7£x;i/7xx 

;VS, 2-y-yti^yf;V7x-/H, 2-yyP'^ 

•>;l/7x-;H, 2-J'v'n'N7 , f-;l'7x-;H > 2 
-i/7n^7^^;l/7x^;l/S, 3— >*n^i/^;K7 
x^;i/g, 3 ->^P^->;V7x-;i'a 3— >^n 
-\7°f--^7x^;l/S, 3-iy7n^7^^;l/7x^;P 

4- iy7n^y7 1 ;^^iy7x^;l/S, 4-5/7n 
-v^S/;l/^S/7x^;l/S, 4 -iy7n-\7°f--;^^ 
i/7x^;l/g, 4->^Pt^^-W+->7x^;I/ so 



a, 2 - i/^n^yf W+v'7i-;H> 2->-7n 
'N^->W+y7x-;H, 2 -y^P^f-M^ 
y7x-;H, 2-i/7n^7y?^;y^-^iy7x^;y 

3-yy7n^y7 1 ;y^^iy7x^;ys, 3-->7n 
-\^->;y^^yy7x-;ys, 3 -5^n^7°-rx;kt* 
i/7x-;H, 3-^>7n^7y?^;y^^iy7x^;y 
a, 4-n-^y / 7 L ;y7x^;yg, 4 -n— ^571/7 

x-;va, 4-n-^7°f--;y7x^;ya, 4-n-;t 

^j!-;l/7x^.;H, 2-n-^>7 L ;y7x^;ya, 2 
-n-^y^7x^;H, 2-n--\7°7 : --;y7x^ 

;l/S, 2-n-^7^-;y7x^;ya, 3-n-^yf- 

;l/7x-;H, 3-n- / N+'>^7x-;H, 3 — n — 

'\7f-;i'7x-;i/i, 3-n-^7^-;V7x^;y 

a> 2, 6-5? — rV7°nt°;l/7xx;^ 2, 3-5? 
— rV7°nfc°;K7xx;l^ 2, 4 -5?—f7 7°ntf;y 
7x^)H, 3, 4-5?— f 77°ntf;y7x-;ya, 
3, 6-y"-t-7f/l'7x^l 1 2, 3-5?-t - 
77 L ;P7x^;i/a i 2, 4-y-t-7f;l/7x^;V 

1, 3, 4-5?-t -7"f;V7i-;H, 2, 6-5?- 
n-7^7x^;H, 2, 3-y-n-W7x- 
;VS, 2, 4-7-n-7Wx-;H, 3, 4-5? 
-n-7^7x-;H, 2, 6-y"-i-7^7x 
-;ba, 2, 3-y-i-7Wx-;H, 2, 4- 
5?- 1 -7^7i-;H, 3, 4-5?- 1 -7^7 
x^/H, 2, 6-5?- 1 -75;V7x^;H, 2, 3 
-5?- t -75;l/7x-;l/E 2, 4-5?-t-75;l/ 
7x^;H, 3, 4-y-t-75;l/7x^l/l, 2, 

6-5?- i -r=;P7x-;ya, 2, 3-7-1-75 

;l/7x-;H, 2, 4-7-i-75;l/7x^H, 

3, 4-7-i-75;l/7x-;l/l, 2, 6-5?-n- 

^yf;V7x-;H, 2, 3-i?-n-^y^;l/7x- 

;l/S, 2, 4-5>'-n-^>'7 1 ;y7x^;ya, 3, 4- 
y'-n-^y^7x-;H, 4-7^V>'9 1 ;y7x^ 
;l/S, 2-77Vyf;l/7x^l/l, 4-T7^P-;I/ 
7x-;H, 3— fy*n^;i/7i-;H, 2— TV* 
d^;I/7x^;H, 4 -y^n^y^l/^v^xx;!/ 
1, 4-^^n^\4 1 > / ;y^"^> y 7x^;ya, 4-y^p 
^7r-M+y7x^;H, 4-i/7n^77-;y^ 
+y7x-;H, 2-y^n^y-7 1 ;y^^iy7x^;y 
1, 2 - y^ P'N+y W+y7x-;H, 2-y7n 
'N7f-;V*+y7x-;H, 2-iyyn^7^^;y^- 
+y7x-;H, 3 -5y7n^y-7 1 ;y^^iy7x^;y 

3-y^n'x+yM+y7x-/H, 3-yyu 
^7f-;l/t^y7x^;H, 3-y7n^77-;y^ 
+y7x-;H, 4-n-^yfW*y7i-;vi, 

4-n-^y;kt^5y7xx;l^ 4-n-'\7°'rx 
W+y7x-;l'i, 4-n-#^£x;l/#3ri/:7xX 
;ba, 2-n-^y-7 1 ;y^^iy7x^;ya, 2-n-"\ 
*J/;14*'>7x-^ 2 - n -^7r-W+y7 

x-/n, 2-n-^7^-;y^^i/7x-;ya, 3- 



■>7i^)H, 3-n-'N^f-W4 : v'7x-;H, 
S-n-t^^^W+^i^H, 2, 6 — i/ — T 
V7°ntf;l/^-^i/7x-;l/S, 2, 3-5?— fvfvV 
W^7x-;14 2, 4-i> , -^y7nk°M+>' 
7x-)H, 3, — fy7°nif;l/;j-^>7xx;l/ 

2, 6-^-t-7W+->7x^H, 2, 3 
-v>- t -7fW^->7i-;H, 2 , 4 -v*- t - 
7fW+->7x^;l/E 3, 4-s?-t-^;l/*+ 

■>7x^)H, 2, 6->'-n-7'fW+i'7x-;l' 
2, 3->*-n-7fW4 1 ->7x^;H 1 2, 4 
-^-n-7W+->7x-;H, 3, 4-^-n- 
7fM+->7x^iH, 2, 6-5?- 1-7*-;]/** 
•>7x^;H, 2, 3->-i-7fW^>7x^ 
a> 2, 4-5?- 1 -^;l/**S/7x-;^S, 3, 4 
-5?- i -7^*^^7x^;VS, 2 , 6 -5?- t - 
75M^i/7x-lH, 2, 3-5?- t -7 7 5;U^+ 
i/7x-iH, 2, 4->-t-75;Wt->7x-;l/ 
a^ 3, 4 - 1 -75;^->7x-;H, 2, 6 
-y*-i-75M*->7x^/H, 2, 3-5?- 1- 
'/5Wt->7x^;H, 2, 4-5?- 1 
i/7x^;H, 3, 4->-i-75;Wt->7x-;l/ 
a^ 2, 6-y-n-^yfW+i'7x-;H, 2, 

3- S/-n-^;yf-/]/;}-^>7x^/^ 2, 4-5?- 
n-^yfM^>7x-;H, 3, 4-5?-n-^y 
fW+->'7x-;H, 4-7^yf;W+y7x- 
;l/S, 3-7^vf;W'>7x^;H, 2-7£V 
vfW^'>7x^;H, 4 — rv^n^;l/^->7x 
-;l/S, 3-i'y*n-;l/**^7x-;^a, 2— TV 
#n_M+->7x^/^ ^SW&ftcft&HLtiB 

[0 0 4 1] R5C77MMtlT(i, »SL<tt 
£Stc£?$L<«KlSS7~2 0T<S5 

^l/S, 3-^^7x^iHf/H, 2-^/1/71 
-;l/x^;l/a^ 4-x7 L ;l^7x^;l/X7 1 ;bS, 3 -xt 1 
;l/7xx;l/xf;H, 2-xf^7x^;bxf/H, 4 
- n -7°n If ;l/7xx;l/X^;l/a> 3 - n -7°P tf;l/7 
xx;l/xf;H, 2 - n -7a If ;l/7xx;Vxf ;H, 

4- 1-7*0 If ;l/7xx;Vxf;l/l, 3 - i -7°a tf;l/ 
7xx;Hf;l/E 2 - i -7°nif;l/7xx;l/x^;l/ 

4-^tJ7Titf;l/7x^;l/x? L ;l/g N 3-5^u 
7°n tf ;l/7 x x;Px^;l/a^ 2 -5^ n 7"n If ;l/7 xx 
;l/X^;l^ 4-n-7^;K7xx;l/xgyi^ 3-n 
- 77 L ;1^7 x x;l/X^;l^ 2-n-7Wxx;H 
f-jm, 4-i-7Wxx;Hf;H, 3-1-7 
f;l/7xx;l/Xf;H, 2 - 1 -7f;l/7xx;Hf;l/ 

4-t-7»7xx;H^H, 3-t-7f-;P 
7xx;l/Xf;l/£ 2-t-7Wxx;Hf;H, 



(7) f?H 2002-323768 

12 

4 - ->y n 7^7 xx;l/xf;H, 3 - i/ y n 7^ 
7xxtof)H, 2-y^n7f^7xx;l/xf;l/ 
a, 4->^n^yf;l/7xx;Vxf;H, 4—>^D 
A+->;l/7xx;l/xf;H, 4-y^n'\7fx;V7x 
x;l/Xf;H, 4->7n*^^x;l/7xx^xf;l/ 
a, 2->^D^yWxx*xf;l/E 2-yyn 
^iy^xx^xgyi^ 2-y^nA7fx;i/7x 
x;l/xgyW|k 2-y7n*^^x;l/7xx^xf;l/ 
a, 3-->^n^y7 L ;V7x^;i/x7 1 ;^ 3-yyn 

10 -\4^> / ;P7x^;i/x7 L ;va^ 3 —>yn'\7 , 'rx;i/7x 
x;l/X^;l^a> 3-y7D*^^x;l/7xxtof;l/ 
a> 4 -y^o^yf M+-y7xXjl/Xf 4- 
y^n^y;^4 i y7ix?l/xf;H, 4 -yyn^\ 
7°x-;^^^7x^;yx7 1 ;ys, 4-yyn^yy^ 
;W^y7xx;lxf;H 1 2 -y y n^y^/V^y 
7xx;HfM, 2-y^n^->W+y7xx;l/ 
x^;^a> 2-y^nA7rxM+y7xx;Px^ 
a> 2-->^n^^^^;l/^^->7x^.;yx^;ya^ 3 
-y^n^yfW+y7xx*xf;H, 3-yyn 

20 ^+->M^->7xx;l/if;H, 3— y^n^^fx 
)l/t^y7xx;Hf;H, Z=.)\s*%- 
y7xx;l/Xf;H, 4 -n-^yf;l/7xx;Hf;l/ 
8, 4-n-A+y;V7xx;H^H, 4-n--\7° 
fx;P7xx;l^xf;H, 4-n-t^xjl/7xx;l/ 
x^^a^ 2-n-^yf;l/7xx;l/Xf;H, 2-n 
-^->;V7xx;l/Xf;H v 2-n-^\7°rx;y7x 
x;l/x^;^a> 2-n-t7^x;l/7xx;l/Xf;H, 
3-n-^yf;V7xx;l/Xf;H, 3 - n -"v^S^l' 
7xx;l/Xf;H, 3-n-^\7rx;y7xx;yx^;y 

so 1, 3-n-t^^x;l/7xx;l/X^H, 2, 6-5? 
--fy7°Dt;°;l/7x-;l/X7 L ;yS, 2, 3-5?— TV7° 
atf;l/7xx;i/x^;l/S, 2, 4-5? — rv7 , ntf;l/7 
x x;l/xf;H, 3, 4 -v ? -YV7 , nif;l'7xx;l/x 
=fjm, 2 , 6 -5?- t -W7ix;Hf;H, 
2 , 3 - 5?- t - 7f^7xx;Vxf;H, 2 , 4-5? 

- 1 -77 L ^7x-;yx7 1 ;ya^ 3, 4-5?-t-7f- 

;l/7xx/l/Xf;H, 2, 6-7-n-7f;l'7xx;V 
xf;H, 2, 3-y-n-7f;V7xx;Hf;H, 

2, 4-7-n-7^1/7xx;l/Xf;H, 3, 4-5? 
40 -n-77 L ;y7x-;yx7 1 ;ya^ 2, 6-y"-i-7f- 

;l/7xx;Vxf;H, 2, 3-y-i-7f;V7xx;l/ 
x^a^ 2, 4-y-i-7f;V7xx;I/Xf;H, 

3, 4 - y"- i -7f ;V7xx.;l/Xf /H, 2, 6-5? 

- t -75;y7x^;yx7 1 ;^ 2, 3-y-t-75 

;l/7xx;l/Xf-;l/S % 2, 4-y-t-75;V7xx;l/ 

xt 1 ;^ 3, 4-5?- t -75;V7xx;i/xgyi^ 
2, 6-5?- i -75;l/7xx;i/xgyi^ 2, 3-5? 

- 1 -75;y7x-;yx-7 1 ;ya^ 2, 4-y-i-75 
;l/7xx;l/Xf;H, 3, 4 -5?- 1 -7 5;V7xx;l/ 

so xt 1 ;^ 2, 6-y'-n-^yf-;l/7xx;i/x^;i/ 
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2, 3-i^-n-'Syf;l'7x^;Hf;l/l > 2, 
4-i/-n-^yfil/7x^;Hf;H, 3, 4-^- 

x^xy^l/g, 3-7^yWi-;Hf/H, 2 
-7?Vyf;l/7x^;Vxf;l/l, 4 — f y^nz;l/7 
x-;Hf;H, 3 — fy*'n^/l/7i-)l/xf;I/E 

2 - fy^n^^x-^if^a 4-v-^n^yg 1 
Mt->7x^)Hf;H, 4 -i/W^l/hXZ-l/ 
7x-;l^xf;l/E 4->^P'\7 , f-W+v'7x- 
^x^i/g, 4 -yi'nt^^-W4 L ->7x^;i'Xf 10 
;l/S, 2-^n^y'±;y±^>:7xx;yxy L ;l,g, 2 
->^n^yM4 1 ->7i-)l/Xf)H 1 2-i/^D 
^r-W+'/7i-;Hf;I^ 2-y^nty^ 
x;W+y7xx;Hf;H, 3-: V^n^yf-)VHc^ 

i/ 7xxto ^;ia> 3-y^n^->W+->7xx 
;1/Xf-;1/S, 3-y^P'N7fxW+y7xx;Hf 
3-y7nt^^xmy7xx;l/xf;H, 
4-n— "\yfM+->7xx;l/Xf;H, 4-n-^\ 
+yM+y7xx;l/Xf;H, 4-n -^\7 0 -rx;W 
+y7xXil/Xf;H, 4-n-4-^^x;b4-^~>7x 20 
x/yx^yg, 2 - n -^yf ->7xx;nf ;]/ 
2 - n -^-y^tt ^7 xx;Hf 2-n 
-A7fx;l/t+y7xX^xf;H, 2-n-±7^ 
x;l/t+-y7xx;Vxf;H, 3 - n 
7xX/Vxf;H 3-n-^'>W+'>7xx;l/X 
^;l/S, 3 - n -^7f xW+i-7xx;Vxf ;H, 

3 - n -t^^x;W^y7xx;Hf 2, 6- 
-7-^V7ot!M4 i y7xX^xf;H, 2, 3->>' 
— fwfu&Vtti/yx.-frx.frvm, 2, 4-7- 
-<y7v\£)\s**i/yx-)\sx.=?)\/m, 3, 4-7 — f 30 
y^nt!;i/*+s/7x-;i/xf-;^a, 2, 6-7-t- 
7fW^->7xxtof/H, 2 , 3 -7- t -7^ 
Mt->7iX)Hf;H, 2 , 4 -7- t - f^fr* 
+->7xx;l/X^H, 3, 4-7-1-7*7^^7 
7xx;Hf;l/E 2, 6-7-n-7fMt->7x 
x;l/X^;l/S, 2, 3-7-n-7fWt->7xx;l/ 
X^;l/S> 2, 4-7'-n-:7'±;l/±^>7xX/7x7 L 
;PS, 3, 4-7-n-7'±;y±±7:7xX/7x7 1 ;7 

2, 6 -7- i -7*^**7:7 xx;l/x^;l/a> 
2, 3-s?-i-^f-;l/**^7x-;l/xf-;^a, 2, « 

4- 7-i-7W^>7xx;l/Xf;H 3, 4- 
->*- i -7fW+y7xx;l/xf ;H, 2, 6-7- 
t - 7"5M+y7x-;Hf ;H, 2, 3-7-t- 
75W4 1 -y7xx^xf;H, 2, 4—7-t-75 
M^y7xx;Hf;H, 3, 4-y*-t-75M 
iF77xX)H^H, 2, 6-^-i-75;W-y 



7xx;l/Xf;H, 2, 3-7- i -75W+y7x 
x;l/X^;l/S, 2, 4-y-i-75W+y7xx;V 
x^;^ 3, 4-7-i-7SM^>7xx;l/Xf 
2, 6 - 7- n -^7f*t4 1 77ix;l/if /I/ 
2, 3 -7- n -^7f 77xx;Hf ;l/ 
m, 2, 4 - 7- n -^7f M^77iXil/X^l- 
a> 3, 4-7-n-^yfW4 L 77xx;Hf;l- 
a> 4-77*vyfW^77xx^xf;H, 3-7 
^7yf/^+77xx;Hm 2 -7^yf* 
t+77xx;l/Xf;H 1 4-fV^nxM^-77x 
x;l/x^;l/a> 3 -fy#nxW+77xx;Vxf;V 
a> 2-fy*'nxM^77xx^xf;H, fcsv> 
S, ±IEr;^^A^7 L ;VS, 7°ntf;l/S, yf-jmm 

[0 0 4 2] Icfc, ±!eg©H&§M^gfc LTtt, /K 

ii, /nd^vm? (7-y^ mm, a^H) , 

xhnl, 77/g, ±f3©7±±;7g, y< h±7g, 

xh+7E cKn+yxhm yu$*z/m, t 

Fn±77°n±±7a, n-7±*7a^ -fV7>*7 

a, sec-7^->i, t-^h+^or^n^ 

i/S, F^v/#;y#x;yg, xhf75t;Mx;i/ii 
©7;i/n^->*;^x;i/a> ^y7;i^ 7x^f;i- 
1, ^ = ;i/a«©77±^±a, 77;y3vi':*3r7S, 
*;l/5;l/S, 7-t^±a^ ^U;l/S, ^z/^Mfrm, 

z/Tj-s.frm, ^i/^)vmm<D7-y)vm, 7?V)\<** 

ylf©77D+7l, ±fB©7;^7■x;l/a^ tTx;l/^- 

*>a, 7°n^x;^^^>a^ ru;i/^^a, 7fx 

;l/^-+S/a*©7;y7-x;l/^^i/as ±12© 7 U 

a> 7x/^^a^©ru-;i/t+^ -^tv^:* 
*7a^©7 v -m^yii)^=-^m^mf^ z.t& 

[0043] ±ie r 5 (ommm ttta, kl< a, 

g*lS» 1-20 ©7;y±;7g, j^fSS 6 ~ 2 0 ©7 V - 

/nxaili7~2 o©77WiTfes„ ens 

[0 0 4 4] ZfcLTCIlSSH:, ¥3§S?t, j^ttS 

Tt><t^ 0 IWiai, Mi5H±ot/y^n, tr 
7^tx h'jyyn, xh^77n#fjg^W-f§g* 

<, W^S»7~2 5fI*W$L</\ £±&©Sg3stS 

S«jgfcLT«, 7^n^y£y\ ^n-v^±x 7 

K r * V* S v «Tf BBBt*' W 6 ft S „ 
[0 0 4 5] 
Cftl 3] 
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O C> Q> t£> CO 

(1) (2) (3) (4) (5) 

Co CO CO ceo 

(6) (7) (8) (9) 

(10) (11) (12) (13) 



(15) (16) (17) 

Oo A A ^ 

(18) (19) (20) . (21) (22) 

(23) (24) (25) ^ (26) (27) N 

30 [ftl4] 



(10) 
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z6 c6 

(28) (29) 


^\ 

(30) 


(31) 


(32) (33) 


(34) 


(35) 



(36) (37) (38) (39) 

iD & <b £> 

(40) (41) (42) (43) 

0 S 



(44) 



(45) 



[0047] ±fB©FfT-fe, ->^n^y£x >^n^\ 

(5) , (6) , (7) , (9) , (10), 
(1 3), (1 4), (1 5), (2 3) , (2 8), 
(3 6) , (3 7), (4 0) , (4 2), (4 7) W 

[0048] cn^omm^mmmmmtLTit, r 

S, 7ntf;l/g, -fy7ntf;l/g, 7^S^©fg«7 
g, 7ntf;l/g, ^v7ntf;l/gj;D%£g^e>»R2 



(46) (47) 

[0 0 4 9] gfc, Z©Sg3SSfcLT, Tte©fe©fe» 

o [0 0 5 0] 
Ut \ 5] 



(K5) n 



[0 0 5 1] RiiWnLt, ijijj^t^tlMjttT-^^.. 
[0 0 5 2] HKS (X) T^?nSl<DIWJ^KT 

[0 0 5 3] 
[ftl 6] 
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H H 
H H 



H H 
H H 

-o-j-o^-H>ocH, -o-fo— 

H3CO H3CO 
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-0-|-O x *V V j -0-^0' 
H ^ H 



-0-|-0' 



^0 



-0+, 



°+°TX -°+° 

H H 



H ^-^O-CH, H 



[0 0 5 5] *^lCfeJtS-)K^ (X) TVT^tlSS 

s»»tt*'ii*'rs«fifi cot, hks (x) -c^sn 

6ns, ^^IM^ftSft^lt, -IfeS (X) T? 

(x) T^snss^wrssflgtLTa, mmo^m 

(x) -p^snsa*wrs«flBT?fe«o tort, 
s (x) T^sftsafc^Kw-rssBtfisffSL 
v\ ^ (x) T^nzmmimtLTM^ 40 

COOH, £?£L<«-R 0 -COOHfcL<«-A r 

- o Hi^ftsr/VA y mI?§14SSbT-S)So 

S^W5ciffTt§„ ten?, -RO-ttHtftS* 
-A r-tt«feL<(^l©iftl*fLT 

t «t ^ 2 fffiiu±©7?§Ks^s-ro 

[0 0 5 6] *mite38^Tlt?%L^mffimt LT 



7;l^y^ft«^ o-, m-Xtip-thW 
5) , $5«o-, m-Xttp-t Kn^>-«-^ 

fe 3 0 KL<tt50 t;P%fiLt&#r 

3^>xf- u y&tf thW-a-^ ^x f- u 
©t/v-i;LTtt, r^y^sxxf;^ *£^y 
;Hxxf/a r 7 u 5 fs, ^ ^ ^ y 5 f 

7tF^->Xfl-X t -7Ft->Xfl/yW)!ifS 

[0 0 5 7] eioJ:da«HBttifc^JS- 
lfc£ (X) T^SnsS^Wf £»DBL*{4 (SB* 
{30 ©MitLtti, ^»DMLW4^fLT5^;l/ 



(13) 
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23 

%~ 5 0 fiWWS L < „ iWSL<li5 
3 Ot^yoTa&So 

[0 0 5 8] *5SlfCfeVT-)fiS (X) T?^*nsa 

mtmm^ia±, im-ma. (x) T^snsatt 
[0059] ±hb-«s (x) T?^snsa*#wrs 

SL<ii Utt^* y 3HS«fflg^ fg||, P - h ;bx y 
yW& & VHi, fcf U h ~> h © <fc 5 ft 

e>, MmmmiK&m^mim i J^t a c t 

$ /t trimv * ^ ^7 ^T^fig-r «ctm 

7;l/3-;WcSf/c^ if -;l/x— rMZ t -7<J-i\/\Z x 20 

p - h ;Px vx;v* y ffi^ \£ u V- 7 a h y u- 
[0060] ±k-»s (x) Tf^nss*^wrs 

SfllOttW^aii: 3000-80000 »S L 
<, £D£?£L< li 5000-5000 0T$?„ 

(Mw/Mn) <0mmH> 1. 0 1~4. ot-^ 
!fSL<ttl. 05-3. OOtTfeSo 

[0 0 6 1] CKDidSMfeS; (X) Tf^SftSg*^ 

[0 0 6 2] 
Ut \ 8] 




[0 0 6 3] 
[ftl 9] 



25 




[0 0 6 4] 
Ut 2 0] 
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[0 0 6 5] 
30 [ft2 1] 




[0 0 6 7] 
[ft 2 3] 



(15) 0 0 2 -3 2 3 7 6 8 

28 




[0 0 6 9] 
[ft 2 5] 
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(16) #H2 0 0 2 -3 2 3 7 6 8 

30 

[0 0 7 2] 




[0074] ^mvm^mm chks (x) 
^©^in«ti«fie©*iia©ftfc*fLT, o. oi~ 

1 0 m o 1 %, !f$L<ttO. 0 5 ~ 8 m o 1 %, H£ 
30 jf$L<liO. l~5mo l%f$5„ #'JtFn^> 
ft^ft tLTii y x / -;M4?J<»a$» 8 v r 
IfckSS* 2-6 fflj^ot ©ftWSfu KL< «/J< 
»S©»# 2 ~ 4 {ITS D , MCjifS L < azKHSOS 

[0 0 7 5] 
[ft 3 0] 



(17) 
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HO-^)-OH 



HO V 0 ; n OH 

n=l~5 




[0 0 7 6] (a) -2 : ±EHfiS (D TasSftS 

*3t¥ffifttf (i 1 1) Tf^snsflBtJPffi^wr s , a 
mxt^mm, sr^ Mtc±t2-»s on T^sn« 

[0077] r 2 1 tt, 7j<^nc?xa^^^s^^-r 0 

R2 2fc^sa60fPfflt<J:t)^)BLa^S «SS 
tLia, /RUM?, ^n^'yM?, 

7;i^;W-^>a (ffiU -o-Sl3ftr;i/*;i/ttl» 
<) , 7^>;l^S^ ->^n7MW+>'l, 7;l^x;l/ 

ry-;i/75K^^;pa, 7v-^7^vmm*w 

^^l/*;!/^;!/^^, 7;^;^^~>S, ^>7n 



[0 0 7 8] R 2 2 CD^SSaC&^T, 7;I/*;l/S£ 
LTii, x^I/g, 7°nk°;l^ n-^V 

a, sec -7^;i/a, t -•7?frmQM%mm& 1 ~ 

4»fe©*WIL<, ->^n7;WltLTIi7^ 
D7°ntf;Pa^ ->^nWE ^n^v^;^ 7 
^yf/H«asil 3 ~ i o fi© t o»s l 
<, 7;^-;HtLTttif-;H, 7°n^x;i^ 7 

b<, r^-^atLTaif-;^ 7°n^x;Fa^ 

$L<, 7'J-Mi:LT(i7xz;H, *'>U;l^ 
h;l/-T;l^ 7><x;l/a, 77-7;^ 7yh7fc;F 

7°n*°4^>a, kFn^77nfr>l, n 
-7>^>a, -fV-fh^fm, s ec-7F77lf 

[0 0 7 9] ±mR2 3lc3$W£>^vyvm?£LT 

tLTIi, *^;k x-7;K 7°ntf;K n-7-7;K s 
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ec-W, t-7?7k "v^k **^;]/^©«fc 

t«, 7x-;K 4^7 U;k WW;k ^-;k 
?7k 7yh7toi/foiT4Mi6~i 4©fe© 

>\ kFn^>ih+-X ?u$*zs s kFn^77°n 
n-7b^ -fV^h^^X sec-7>* 

SL<, 7^>;l/atLTtt, *;l/5;k 7°n 
/V-f;k 7^7-f;k ^vV;l^©KfllU~7© 

7°P7VY;^*v\ ^7W;W" 

[0080] -uss (i) Ktsiizmmmwii, tuts— 
its (x) Tssnsafcg-ro 

[0 0 8 1] ( I ) T^StlS*it#ffifttfHR 

S (ill) 7fSStia«Ji#fii«*f*W«iil±, str- 



ifes (x) T^^tiss^ifrs«si©nf*e^*3gt 

[0 0 8 2] gfc, ( I ) TiS2tl£«j§¥{4& 

tfHKS (in) T«2ti3WWSfcfcfe^ -)fis 
(II) TfSSnsejtJPffi^Bfc^StirSiifclcj: 

#fi*«Af § c t fc «t o T «fc D 5£ffi?tt©«tx/fc7°n 7 
r-f;P*3ij?5cT-^So S5Ctt, -flgsC (I) Tg*n 

[0083] cctdEMSSse (n)-p^snse3t* 

[0 0 8 4] 
[ft 3 l] 



XH 2 -C-NH-CH 3 



CH 2 -C-NH-C2H 5 



CH 2 -C-NH-C 3 H g 



(19) 
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3 



0 



T a 



%0 



3 



T 
0 

[0 0 8 6] <rtl?>-j$:S (II) - X&HfeS (III)T 
[0 0 8 7] *^tC|3^T, M&©fM£«fc*>#A¥U 

is, (i) , oi)Xhm&3 a 1 

[0 0 8 8] #f§E©ffiflmc33tt3HI95£ (I) , 
it (II)St/-|$xt (III)T-^5tiS«ig¥fii©'&W« 
^-f+T\ -SSff^E 5 0-1 0 0 L < « 

6 0~ioo%, iWSL<tt70~ioo 

So 

[0 0 8 9] «iT'tt, HKK ( I ) , HlfcS (II) 
S tf-flfeS ( 1 1 1 ) T-^ S ft 2 ©it* JTFI H®~ 

®©*ff^iS£f § c t LV\ 
(Do. 1 o< (i) / (i) + (11) +(iii) <o. 2 



©0. OK 



' (I) + (II) +(III) <0. 1 



© (I) > (ID 

©0. 5< (I) / (I) + (II) <0. 8 5 
(S*> (I) , (ID , (ill) £^ -UK 

ok -iks (id m-ffis.{ui) TTT^nmm 
mm^^m^mt, ) 

*fm(Dmm&±i&£ftZffi&Tz cttcz*), 7n 7 

[0090] -jfcc ( i ) , -flfctt (ii) xa-flM 
(III)T-^^ns«D3MLS»fi, Xttffl©S^tt^ 
7v-frS©*tDMU#ig#fia, X«-« 
«±*fi#-&*3-&T«HBtfifC#ft* #T fe <fc V\, S 7C* 

mM wm\z%M-zti% mm a, # 



(20) 
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[0 0 9 1] ±E©^K«fcoT-&ja£nS±KHHS 
(IK HKS (II) XttHRS (ni)0«t)jSbffie 
W4^WrsSSg©^?«a, S«TO (Mw : I'JX 
^l/^P) T2, OOOH±> £?3;L<«3, 000 
— 2 0 0, 0 0 0T£*X <fcD£?£L< «5, 000- 
7 0, 0 0 0m S/c, ^SCfi (Mw/Mn) 
ff$L<ai, 0-4. 0, iWSKttl. 0- 




[0 0 9 3] 
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3. 5K#^?£L<«1. 0-3. OT?«!K 
£ (IK (ii)Xa-)SS (lll)©ttDBUf 

[0 0 9 2] 



[ft 3 3] 




0 



[ffc3 4] 



40 




(22) 




Cft3 6] 




30 [0 0 9 9 ] 
[ft 4 0] 



(26) 

49 




[ft 4 2] 



(27) 

51 




OCH 3 



(28) f# H 2002-323768 



[0 10 4] 




[0 10 5] 
lit 4 6] 




[0 119] ±E-)tfe£ (X) "P^nsa^fS* jfiL<B5 0~9 9tl%, HfCffSL/<tt7 0 



ft IS 2 0 0 2-3 2 3 7 6 ^ 



-COOA 0 , -0-B°gT&D, HtddtiS^-a- 
OltLTtt, -R°-C00A<\ Xli-Ar-O-B 

°?^naa*W6ns 0 ccwa, -c 10 

(R 01 ) (R 02 ) (R 03 ) , -Si (R 01 ) (R 02 ) 
(R 03 ) Xtt-C (R 04 ) (R 05 ) -O-R 06 S^ 

t„ B°a, -A°xa-co-o-A°s*^-r (r°> 

R 01 ~R 06 , MM r mia©t©t|W]a) 0 

[0120] ^»ttatLT«»SL<a, s/y;i/x 

Kntf^-;l/x— r;l/S, r h^n Fnfc^x;l/X7.f 

jR©7;l/*;l/x— r;]/g, l3i©7;Wxxf;l' 

|g3«©7;l^;l^-*'*-h-S«Tfe£o Mfcjf? 20 
SL<tt, mafS'/^^xxT-^S, 
fc-jp^-hS, ^5;HXf;H, 7-te^-;ba, r 

[0121] cn^m^mLm^mmimth 
s tuii, wn^ - 0 h t l 
<a-cooH*#wrsa, ffSb<tt-R°-co 
0HSfeL<a-Ar -0HS*wrsr;i/5t;ynr»tt 

[0122] cftS7^#yBriSttTO©7;b#yig# 30 

0. 26 1Nrh7^^7yt-^A/^F 
n^WF (TMAH) TIMS (2 3°C) LT170 
A/|)H±0tO»3; L(/\ f#fc£f £ L < 3 3 0 A 
/#«±©fe©T-££ (Attt^Xhn- A) o $ 

KlWS LV\ L < «, lfi mil/?© 2 4 8 n mf 

©1IW2 0~9 0%TM, il©«fc5;8:fe6fr£>, 

wt»sL^7;^y^!§tt«flga, o-, m-, P - 
*°y (tFn^>xfi/y) fttfcn 6©#S£ffc 7j< 40 



;i^i»*°y (kKnti/xfl/y) , *°'J (ckd 
tv'Xfi/y) ©-bp, o-7^;HttL<ao-r 

[0123] ^mmim^^nm-v^mumm^ 

^ l & 7 )i ft v ^mitmrn^/ 
[0 12 4] ±tB?tmsij, nr^Lffss^w-rs 

LTti^o *f§H£ £ ffli- 6 ft S S57»tt»S 
ft < 1 1 2 L . MSE^^ttSHOIESI^afelStftfc 
8fflgfi-rsft^?*So £7c, #f8BIMffl£ftS 
ftSB##S*'>fc< fcfe lafttLTti^. *f§HS 

tcfc-^T, ffSb<tt»»»ttS)Bia±ft^ifa, ^© 

l/1#«»*'J»B: < £ fc 2 U MM 

a£KKiK-£M?£'>&< ttioft £?£L<«'>% 
< fcfc 1 lffl, l£!ffSL<ti'>S:< fcfc 1 2figfif 

»*i»< is^m? < 1 1 9 mh< a^a < 

tfel0ffl> Hfc»£L<«'>£<fcfcl lffllgfifS 
ft^«n?*8o x, ±ias-&®?©»s LV^±EB 5 0 

b < a 4 f@w±wr s it^, x«»»l4S^ 2 fi#-r § 

tcDtfc^Tt, MK»«tta»^S^ (C^S -SOjglt 

ttSH©ffi«a, «»»ttS^^<, gfilS^M?»T 
/^^ftS 0 OTOft^fe (1) , (2) ©Jg 

S»»ttSMO^«ta, ^^IS^M?4fiT3&D, 
ft^ft (3) T«IS^M?1 2fITa&« 0 

[0 12 5] 

[ft 6 0] 



f#H 2002-323768 

64 




(1) 



(33) 

63 



A 0 - OOC-kMj - 2 CH 2 - 3 CH 2 - 4 CH 2 -COO -A 0 



B°-0 -^Q>^CH 2 - 6 CH 2 - 7 CH 2 - 8 CH 2 ^Q>^-O-B 0 
CH 3 

:-COO-A°,-0-B° 



[0126] &rc, Jfrnnnrnm^mmmstit^ 

^Tfei^^ tff£L<i±, l oo^y-tf yil±fc i fi 

3 , 0 0 0 OTt^ 5, f!f$L<a5 00~3, 0 0 
0, ®cjf$L<ai, 0 0 0-2, 5 00T-££o 

[0127] ^m^mL^mmmmicts^r^ m 20 

BP*»-COO-A°, -0-B°K 
^tsStLTlt, -R°-C00-A°, Xa-Ar- 
O-BOT^SftSStfW&ftSo ddT-A°a, -c 
(R 01 ) (R 02 ) (R 03 ) , -Si (R 01 ) (R 02 ) 
(R 03 ) feL<«-C (R 04 ) (R 05 ) -O-R 06 ^ 
Tfsto B°«, A^^-CO-O-AOS^fo 
R 01 > R 02 , R 03 , R^&tfR 05 ^tl^tllWHT-fc 

o6 ar;^;vatL<{i:7u-;pa^-ro fib, r 01 30 

X, R 01 ~R 03 , Ktf'R 04 ~R 06 ©fl«2O0lii)^ 

«t v 2fffiiu±©MS*fe l < a^ssfe^ft*iga*^ 

U -A r-a*HfeL<a^SO«#SS*WLTt^T 

t «t ^ 2 «u±©7?§*g^f„ 
[0 12 8] <r<rT, 7M/HtLtiWf;H, x 
^;l/S, fu\£jm, n-7?-)lM, sec-W 
S, t - WiO«ft^8 1 ~4lBotO*WJ L 
<, -y^PT^^atLTa^Pt/pfc^a, is? 40 

KH»3~i ofl©fc©*W£L<, r;l/-5r-;l/Si:L 

«a^S2~4f@©t©*WSL<, TV-frmtL 
Ttt7i-;H, ^yy;i/a, h;W;i/S, ^x;i/ 

/np^^M? m US, a^i) , ^hn 

a, ->r/i, ±tB©r;^;va, ^h+v-a, xh+ 

ya, kKn+->xh^>l, 7°n*°^yS, tKnt so 



->7°n^->S, n-7*h^yg, -fV7h^->S, s 
e t-7h^!f07;^m 

^ h^yft^tf-^a, xh^y*;^-;^a*©7;y 
r3^y#;l/#\x;i/a> ^yyvi/g, 7i^f;H, 7 5 
;i^f©77W;H, r^i^i-^yg, 
a, r-t^s, ^y;i/g, ^y^rn 

ryn^ya, ±K©7;i/<5r-;]^ trx^^ya^ 

a*©r;i/^x;]/^-^ya, ±E©ru-;i/a, 71/ 

ry-;^^$/*;i/3px;i/a^ws cim?. 

[0 12 9] j£&c<fcD#j»L5SSfcLT, »£L< 
a, yy;l/x— r;l/S, ^5;Pxxf/H^ 
a, fh7tFnlf7x;H-f;H, x/-;H-f 
x/-;HXf;H, S3»or;Wx-r;V 
a^ S3io7M;nxf;Vi, ^3»©7;^;v* 

;l/xx-r;^a> S3ft7;I/*;W/-jR*-h^ 
xXr/H, r h7h HPtf^x;l/x— r^aTfeSo 
[0 13 0] St^ttiS^Piife^fcLTa, KL 
< ff 1 -2 8 9 9 4 6^ ff H ¥ 1 -2 8 9 9 

4 7f, ff H¥ 2 - 2 5 6 0 ^ ft !W 3- 1 2 8 9 5 
9 ^ ff M¥ 3- 1 5 88 5 5^ ff IW 3-1793 

5 3^, ffH?¥3 - 19 13 5 1^, fflW3 - 200 
2 5 1^, ffP*1¥3 - 2 0 0 2 5 2^ ffH¥3 - 2 0 
0 2 5 3^, ff 3-200254 ^, ff IW 3-2 

0 0 2 5 5 ff H ¥ 3-2591 49 ^, ff IW 3 - 
2 7 9 9 5 8f|, ft !W 3-279959 ff 4 
-1 6 50^ #H¥4 - 16 5 1^ #H¥4 - 1 1 
2 6 0^, ft BHT 4 - 1 2 3 5 6^, ff §fl¥ 4-123 
5 7-Ef, ff«¥3-3 3 2 2 9^, f$K¥3-2 3 0 7 
9 0^ ff Sl¥ 3-320438 ff Sl¥ 4-251 
5 7^, ff M¥ 4- 5 2 7 3 2i|, ff Sl¥ 4-1032 

1 5^, ffSI¥4- 1 0 4 5 4 2-^f, ffK¥4-l 0 7 

8 8 5^, ff SIT 4-107889 |Sl 4 — 1 5 2 1 

9 5^m(DmwmictmsrLfct^j n Hn^y-fta*© 

yxy-;M40HS©-gptL<a^s^±^L/c 



S, -R°-COO-A°fcL<«B 0 ST£S^U UM 

[0131] H^f $ L < tt, WPw1¥ 1 -2 8 9 9 4 6 
*?, 3-128959 *?, #H¥ 3- 1 5 8 8 5 

5 *?, ft Pw1¥ 3-179353 *?, #PwW 3-2 00 2 

5 1 *?, # m¥ 3-200252*?, ffFwW 3-200 
2 5 5*?, # m¥3 - 2 5 9 1 4 9*?, #P*W 3-27 
9 9 5 8^ mi¥4 - 1 6 5 0^ f?H¥4 - 1 1 2 

6 0*1, #Fw1¥4- 1 2 3 5 6*1, #Fw1¥4- 1 2 3 5 

7 *? , # St¥ 4-2 5 1 5 7*?, #M¥ 4 - 1 0 3 2 1 
5 *?, #K¥ 4-104542 *?, fflfff 4-1078 

8 5*?, #St¥ 4-107889*?, |W| 4 - 1 5 2 1 9 
5*?©H£fH*tcfB«2ti/c*°y n Kn*Mt£8>£JB^ 

[0 13 2] iDHTOca, -MS [I] ~ [XV 

i] Tjgsnsfteftiiwfen*. 

[0 13 3] 




(35) 



ft fM 2 0 0 2 - 3 2 3 7 6 8 



(OR 10S ) S 



(R U V 



(R"V 



(R^)r 



(R 101 O) gl 



[0 13 5] R 101 , R 102 , R 108 , R 130 : [BHT'feg 
aoTVTfc«fc<, Tklgjg?, -R0-COO-C (R 

01) (R 02) (R 03) Xtt-CO-O-C (R 01 ) (R 

02 ) (R 03 ) , flU R°, R 01 , R 02 R^R 03 ©S* 

[0136] R 100 :-CO- -COO-, -NHC 
ONH-, -NHCOO- -0-, -S-, -SO 

-SO2-, -SO3-, fcL<« 
[0 13 7] 
[ft 6 3] 

a 




[0 13 8] CCT?, G=2~6 ffiU G = 2©S?« 

R150 N R151 ©a^ / >s< ifc-^ar/M^a, 

R 150 . R 151 : |WHT-fcg&oT^Tfc<fc<, Tkfgg 
7;l/^r;l/S, T^n^S, -OH, -CO OH, 
-CN, ^n^VM?, — R 152 -COOR 153 feb<tt 
-R 154 -OH, 
R 152 , R 154 : T)l*Uym, 
R 153 :?J<fgM?, 7;l/*;l/S, 7'J-;H, fcL<« 

R 99^ R 103 _ R 107 ^ R 109 ^ R 111 — R1W , R 131 ~R 

134 : ^-Ttl*oTta<, zkUM?, Tjcg&S. 7 
;l/^;l/J§, 7;yn^>j|, rs^S, r^n^i/g, 7 
y-;ys, rv-M+->i, r^;v+;vs, r^;i/+ 

S, S//VS, fcL< «-N (R 155 ) (R 156 ) (R 
155 , R 156 : H, r^^S, feL <«ry-;l/ 

S) 

R uo -.mm^ 7fr*uz/m, tL<« 

[0 13 9] 
[ft 6 4] 



[0 14 0] R 157 , R 159 : ^-T-feS^oTfeci<, 

-o-, -s-, -co-, 

R 158 :7j<fgM?, 7;l/+;l/S, r/l/n^y-S, 

S, r^n^y-S, 7 y - hoi, /j<i?S, ~> 

h?tKnif7-;H, i-xh^>-l-if;H, 
1 - t -7Y*i/- 1 -x^;l/S) TBtgloTfci 

[0141] R 119 , R 120 : i-TtSS^TtJ;<, 

fyyl, tb<(i/Nn7;^i/yl, 

a~v, gi~nl :fl!«©B#, JfflfitOSii-XliH&o 

TVTfc«fcV\ 

a~q, s,t,v,gl~il,kl~ml : 0 L < fct 1 ~ 5 ©S 

r,u : 0tL<lil~4©lS, 

jl ,nl : OfcL<«l~3©S8fc 

(a+b) , (e+f+g) , (k+l+m) , (q + r + s) , (gl+hl+1 1+J 1)^2, 

(jl+nl):£3, 

(r + u) S4, 

(a + c) , (b + d) , (e + h) , (f+i) , (g+j) , (k + n) , (l + o) , (m + p) , (q 
+ t),(s+v),(gl+kl),(hl+ll),(il+ml) ^5, 

[0 14 2] 
[ft 6 5] 




ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



R R 165 

0 

R 160 : ^SSS, -S- , -SO- , t, L< H: -S- 

6 




R i62„ R i66. |^-t"bS^o-CV^-Ctg ; <, tK^S^-, TkHS, 

- 0-R°- COO - C (R 01 ) (R 02 ) (R 03 ) t> L < tt 
-O-CO -0 -C (R 01 ) (R 02 ) (R 03 ) , ffl.U < 1 1 
2 o li - 0 - R°- COO - C (R 01 ) (R 02 ) (R 03 ) <b L < ii 
-O-CO-O-C(R 01 )(R 02 )(R 03 )t?fc-5, X, &4t>L 



[0 14 3] 



[ft 6 6] 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 




JfT-, TATA'S, TA=> <b L < liTA"^ A- 

x, ffi-L, #4~e«©H-B-»®«ai;ttn-®*"c 

R m Rl ?2 . ^jujm^ 7/V*;HI) L < f± R^" R 168 

r!70 R 169 

R 173 : < £ 2 o(±-0-R°-COO -C(R 01 ) (R 02 ) (R 03 ) St L < it 
-O-CO-O-C(R 01 )(R 02 )(R 03 ) St-fet), ^coffitt7X^£T*fc5, 

f 2 , h 2 : OfcKlil, 

g 2 : 0 <b L < 11 1 ~ 4 £7jSm, 



30 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



R179 R 180 Rl" R 17f 

'iw T>177 




7->a-s, 77^**fS. tL<ii7y-/w 
-cr±4<-ct>&v\ 

l :'Pt£< i<b2o(4-0-R 0 -C00-C(R 01 )(E° 2 )(R C ' 3 ) St>t<!4 
-O-CO-O-C(R 01 )(R 02 )(R 03 ) ^ro^te, tKI?£ 



011%, «t *9 £F£ Ktil 0-201 
[0 14 5] 7;!/* U^Mi^fllfi-r Sfcfetc, 

LTfe«fcV\, ^©cfc 5 S7;VA U nl'/SttWIlH t LTUu 
y- tf n #n -;MSfflg, o -IV n Fn+->xf i/y, 

«7;l^;F»F°y n Kn^->xfUX n Fn+^>x 
fl/y-N-fSvW5F«I^ o/p-Rtfm 
/p -t Kn+i'Xfl/VKl^s #'J t: Fn+->x 

^ymmm^tt %-mo-7fr*Mm cm*. 
a\ s-aotwoo-^fyntif) fcb<ao- 
7~>;Wtf$J (#Rff > 5-30 o -T^Mt 

-cKn+^i/yja^ «-^f;i/Xfl/V- 
Fn^X^^S^f*, X7;F*'^>;Fg^fy< £ 
x y ;l/?MiflBRtf*Oi^M**WS c t s a\ 

y a x * 7^ ssg&t; o - *° y n f n * ~> 



U t: FD+yXfl/X #y H Fn+^X^l^y©-^ 
0-7;F^/Wt, L< «0-7->;WM^ Xf-UV- 
nFn+yXfi/yM^ »-^f;FXfyy-t 
F'o^yXfl/ VKS^flTC* S o MX aR9 v ZWBlt 

[0 1 4 6] BigOt/Y-tLTtt, 7x/-;K m 

-xbV-;k p-XW-;k o-^l/!/-;HO^ 

;k 3,4-+yW-;K 2 , 3 -^>W-;k§©^ 

/-;k o-xf;i/7xy-;k p-t-7*f)F7x/ 
— ;k p-tyfiF7xy-;K 2 , 3 , 5 - F U 
Xi/-/l^«r/V+;VXxX-;kl^ p-^F*y7 
xX-;k m-^F+y7x/-;K 3,5-v^F^- 
->7x/-;K 2-^F4 1 ->-4-^f;F7x/-;K 
m-xF+y7xy-;K p -iF+->7x7-;K m 
-7nWy7x/-;k P -7nfr>7x7-;K 
m-7F+y7x7-;K P -7F^>7x7-;I/f © 
7)Vn^iyyx.J-)Vm, 2 4 — fVfU tf 

;V7i/-;FfOE~x7;F+;i'7x7-;H, m-7n 



75 

n7x/-;K p-^nn7x/-;k o-^nn7x 
7-;K ^kKn^->lf7x-;K t£X7x/-;FA, 
7x-;V7x/-;K b-77F>V-;k t7h-;i/f© 
\l HP+^Sft^MSt L < a 2 |iSK±^L 

[0 14 7] 7il/rt:FIJ;LTIi, Mx-Ht^hT^ 
TfcF\ /^*;^7;Vxlih\ F T)W t: F\ 7° 
ntf^-yr;l/xt;F\ ^yXT)Wt-Y, 7x^;P7-b 
h7;l/rtp\ a -7i-il/7nW*fHF\ 0- 
7xx;F7n tf;F7;Fxt: F\ o-kFn^vXT 
m-tYu^y^yXTlWt. F\ p-HH 
nt-MyXr/brt: K, o -7nn^7X'7)l-ft: 

^rtK, o-^bn^yX7^ft:F\ m-^hn^ 
7XWkF, p-zhn^7X7;bft:F\ o - 7 
fiKVX'r^fH F\ m-^fMyXT/Fft: F\ 
p-^fM7X7^fk F\ p-xfM7X'7;bf 
t.K, P -n-7^;MyX7;Vft F\ 7;F7^- 
;K ^nn7-trh7;l/rt K&tfc.ft&or-fe*-;!/ 

So iiH«tLTi«, » m ask 

[0 14 8] d^LTf#Sn/cy*'5'-y7«fSI©S»¥ 
i%ft?MlZ, 1 000~300 00O»Wilttf 
ffS U\, 1 0 0 0*»Tftt**)fca5Offi«»Oli«t) 

< 3 o o o o ^s^s t gy&istf/hs <a 9 T 

LS^o #tcffii&©«2 0 0 0-2 0 0 0 OCtEHT 

a, 2000 iff s l < a 5 0 0 0 ~ 2 0 0 0 0 

0, iD£?$L< tt 1 0 0 0 0-1 OOOOOTfeSo 
S/c, F-7X FSl©Si»ft^±2*£ fc^-5*£fr£ 

Mli.>f)\"i- 5X-; >/ a y ? D V F- 7 ^ -© # U X 

6 © 77F* y ^TiSttSflga 2 fliiUTJ:^ bTffiffl LT 

m^fp(D : mmt lth, » $ l < a 5 ~ 3 0 it»% 

[0 14 9] *^Tffl(/^tlS^fg^iJ (b) t LT 
©rSttSMS XIX(iEUV) ©JSfiflcJ; D 

i*«sf5ft^fti:^ (b) *^wrai^ 



(39) ff (f§ 2002-323768 
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tlTI/^&a©^ (4 0 0-2 0 0 nmiOim isS? 
*tt& #&C*ff£L<«, gl, hS, il, K r Fit 
y?Wf-)B , ArFl+i/TWf-l Xfi, 

10 

[0 1 50] fct^iiyr^-^hU, ry^-^h 

*x*-7i& 3-F-7Z,t^ X;F*-77, 
ffi, •feb-yx^TJS, 7;Fy-7Aim©^-7AFM, 

-x Fn^y>>7F^MS^T£lg§^ -f 5/X 

So 

[0 15 1] Cft6<0»*a£t8I, 
20 U v-©±||XliflJ«t«AL/cf^^ffl 

[0 15 2] SSlCV.N.R.Plllal, Synthesis, (1) , 1(198 
0), A.Abad etal .Tetrahedron Lett ., (47) 4555 (1971) , 
D. H.R.Barton etal , J . Chem .Soc . , (C) , 329 (1970) , *S 
#ffF®3 , 779 , 778^ ^NffffS 126, 7 12*§^CfeSc©ft 

[0 15 3] *Si|(cfe^T(i, (b) tL 

t, ±E-)fiS (A-l) - (A- 7) T^2tlS, ?g 

tt$»«©Mc «t t> , x ;f* yn*«£-r s f # 

30 !f$L<fflSW„ FXT, -AfcC (A-l) - (A- 

7) T-^^nsfk^co^Tpfflw^-rso 

-UK (A-l) - (A- 3) T?jSSftS*38£8!l 
MIEHfiS (A-l) - (A- 3) fC43tJS % Ri-Re 
©r;F^;FStLT«, M^S^WLT 
fe«tv\ ^T 1 ;^ x^FS, 7°nk°;FS, n-7^;F 
1, sec -7^;FS, t -ff-frWD i 9 1 

~4ffl©t©*W?>nSo -y->nr;FWitLT 
tt, «SIS*^LTfeJ:v\ >->n7°ntf;FS, 
^y^;FS, »>{'D'vfi/;HO < t 5 fti^S 3 ~ 8 <B 
40 oto*W5Wo 7;F3^^>stLTa, y;F^^> 
iFm kFn+yxF^yi, fu^y 
S> n-7F^7l, ^y7F+~>a, sec-7F + 
>-S, t -7>^>-S©cfc5&jKigiSu ~4ffl©fc©^ 
W6tiSo ^nfy|g?tLTIi, 7-y^M^ 

-;FgfcLT«, 7xx;H, Fy;FS, ^Ft77i 
x;Fg, 7-7^;FS©^&«g|S^LTfci^ff| 

i6~i 4iB©t.oW6n«. 

[0 15 4] lIlhL«L<li, RjS«l~4ffl 
so ©r;F3^^>S, /NnyyM? (7-y^M?, «M 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



?, rum?) , KfS*6~i offl©ry-;va, mik 

ftyi/tf^a, r;i/3+>'*;i/^-;i/a, ^hnlf^ 

Pfsns. *58B?tfflsn8Hsa (a-d ~ 

(A-3) TStiSnSX;!/*-^^, 3-F->>^ft 

©j^JH&sflJXi:, jfSKiii offl«±©7;l/*;^S 

^iK«xa«KOK^R 4 ~ 7 fl© 7;]/*;]/gX« 
7;yn^>a^>%< tfe2ffl«±w-ra*\ a§i«x 10 

i~i 0 ioxxf ;i/l*t-r g^y^ vxm 
•7- 7 # y x vixii r 

yxfrfrym, j-y 2 uyxfr* ym, 
XB7yh5t yx;i«* yffi) ©?£fM4AM^ < ft (j , 

*^±t8. Wfc, ffi«(tt^ffi«$^«tV^9il*>& 20 

a±iea ibx *®kco /wnxii r/i/n* ym& 
d> ^Kttxastt©r;^;i/axar;i/3^^a©X3 

asttt©ffiSctt©Maa<t t)Mf»caSo 

[0 15 5] KHS(8f@JX±, »£L<«Kfll&[8~2 
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CA-7-5) 



(A-7-12) 
F F F F 



F F F F 

(A-7-13) 



HsCaO^VsO.-SO^-C. 
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-. n;l/hV-y^ r>>>— ^7 ^ ^r^*;l/ 

y^r-T^J (LP. Hilditchff rjournal of the c 
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(/ 1 


+ CFstCHafeSOa" 


(VI -25) 
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S + CF 3 (CF 2 ) 2 S0 3 ~ (VI 1-35) 
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H 3 C00C COOCH 3 \=/ 

CI CI 



CPAC3-1S) 



(PAG3-16) 



(PAG3-I8) 



[0 2 5 3] 
Ut \ 3 6] 



[0 2 5 2] 
Utl 3 5] 



-O 

(Am- 
(Am/ ■ 

(PAG4-4) /k. (PAG4-1E) C 4 H S "^ 



CH 3 (CH 2 ) 10 SO 3 ~ 
CH 3 (CH 2 ) 12 S0 3 - 
CH 3 (CH 2 ) 14 S0 3 - 
CH 3 (CH 2 ) 18 S0 3 " 
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[0260] mwitLTimric^tit-smmfz 

[0 2 6 I ] 
[ft 1 4 1 ] 



(PAG6) 



(PAG5-1) (PABS _ 2) 

Haca_ O^ s0!_s ° ! "^O -0cH;i ^"C^^-^^O^ 0 

(PAG5-3) (PAS5-4) 



(FAG5-7) 



CH 3 



(PAG5-6) 

(PAG5-B) 
S0 2 — : 



(PAK5-10) 



[0 2 6 2] 



so [ft!4 2] 



ft m 2 0 0 2 - 3 2 3 7 6 8 



[0 2 6 4] 
[fcl 4 4] 



or} 



N-0-SO s - 
(PAG6-3) 



-o-so 2 - 

(PAG6-1) 



o 

(PAG6 
0 



Or} 
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7;l>^-;l>a, g« 1~20 ©ilfM, L < 

astt©7^+-;va, kiss 1-20 ©«««, ^« 30 
tta5s^tt«Ror;i/n+s/;i/s, Misr/i^i/a©* 
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ft fM 2 0 0 2 - 3 2 3 7 6 8 



JfSU<ttTBBHRS (I) ~ (HO TfgSftSfc^- 
£r{Hrf Sd£<fc*X — ^ (i) ~ (in) (DX-lcft 



R29 R 28 R37 



R 35 X 



Rsi R32 R33 R34 
(I) 



[0 2 9 7] 
[ft 1 5 5 ] 




(III) 

[0 2 9 8] CiJEStf, Ri ~R37 «, 
tRUM^ Bit ^*S^««R7;l/*;]/a, a& 

[0 2 9 9] -fl&S (I) ~ (III) iC^ttS, Ri~K 

ss ©Bit, M7/^;HtLTii, B&Sfc^TLTfc 

«tt\ *^;l/S, x^;l/S> 7ntf;l/§, 

I, sec -7^g, t -7?)im<D <fc ^ 1 

©tfWStlSo Ri~Rs7 ©7;^^->ifcLT(t 
Jp+fS, n-7*h + ->l, -fV^h^^S, sec- 
t©*W6tlSo Ri~R37©^n^>Jg?tLT 
St R 38 07y-;HiLTIi, 7x-^ 



[0 3 0 0] *fgH^T€ffl^nS-|5S ( 1 ) ~ (II 

1) TfSsnsa-K-fAft^ftfesvttx;!/*-'? 
a, mnuixym (-co oh) (DjmiM^mmhfc 

T-*V (-COO-) TfftSo 

[0 3 0 1 ] «Tf<7 Hf*#iJ^T *\ *Siftcn6 
fcE£SftSfc«n?«av\, HfiS (I) TSStiSTt 
»fg«J©Hf*M ( I - 1 f ) ~ ( I ~3 6 f ) : 

[0 3 0 2] 

[ft 1 5 6 ] 



(108) 



ft m 2 0 0 2 - 3 2 3 7 6 i 



[0 3 0 3] 
Ut \ 5 7] 



CF 3 COO 



l + CF 3 CF 2 COO 



l + CF 3 (CF 2 ) 2 COO~ ( |_ 3f) 

' CFalCFaJaCOO (|- 4 f) 

■ CF3(CF 2 ) 7 COO (|_ 5f) 
F, F 



1 F-^^-COO" (|-6f) 
F F 



COO" (1-810 



CH, 

"COO" (|-9f) 



30 [0 3 0 4] 
Ut \ 5 8] 



-COO" (1-1 Of) 
•| + CFjHCOO" (,_ 11f) 



l + CF 2 CICOO 



(l-12f) 



•l + CF 3 (CF z ) 3 COO" ( M3f ) 

F-^>-COO" (I-14A 

F F 

CF 3 (CF 2 ) 2 COO" (M6f) 

CF 3 (CF 2 ) 7 COO" (M6ft 

CFj(CF 2 ) 3 COO" (l-17f) 

F-^^-COO" (l-18f> 
F F 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



[0 3 0 5] 
[ftl S 9] 



F-^^-COO (l-20f) 
F F 

0-(n)C B H 17 CF 3 CF 2 COO" (l-21f) 



COO <l-22f) 



^^"l^-iQj-NHCOtCHjjBCHa CF 3 (CF 2 ) 3 CCO 0"23f) 
<Q>-l ;: -^^>-NHCO(CH 2 )6CH3 CF 3 (CF 2 ) 7 COO" 0-24f> 

(/^hO}' + CF 3 (CFa)ioCOO. 



(I-25f) 

1+ CF3(CF2) 10 COO- 

(1-260 

)-|+ CF 3 (CFd, 0 COO- 

(I-27f) 

-|-^Q^I + CF 3 (CF2) 12 COO- 

(1-280 

^-|-<Q>|k CF 3 {CF 2 ) 12 COO- 

(1-290 



1+ CF 3 (CF2) la COO- 

(1-300 



coo- 



(1-310 

( /H~ C^} l + CF 3< CF 2)9 CO °- 

2 (I-32f) 



(110) 

217 

[0 3 0 6] 
[ft 16 0] 

( H~0)j + CFatCFaJTCHaCH^OO- 
(I-33f) 




-1+ CHsfCH^gCFsCFaCOO- 



(|-34f) 

( H~0^ + CFafCFd^HjCH^OO- 

(I-35f) 

( "hO)"' 4 CFatCFaJrfJHaCH^OO- 

(I-36f) 

[0 3 0 7] HHS (ID T?£SftStt»38£S!l©JW* 20 
M (ll-l f ) ~ (ll~6 7 f ) : 
[0 3 0 8] 
[ft 1 6 1 ] 



218 




[0 3 0 9] 
30 [ftl 6 2] 



(111) 



ft m 2 0 0 2 - 3 2 3 7 6 8 




30 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



CF 3 (CF2) 3 COCr ()l _ 24f) 



F-H^>-COO" Cl 1-250 
F F 



(CF 3 ) 2 C(OH>COO~ (H-26fO 



CF 3 (CF2) 7 COCf CI 1-270 



CF 3 (CF 2 ) 2 COCT (ll-28f) 



ft ?M 2 0 0 2 - 3 2 3 7 6 £ 



OMe-^p>— S,*^ CFzCICOO" (ll-29f) 



S * CF 3 (CF 2 ) 3 COO" (I l-30f) 



MeO 



~ -<Q^S + CF 3 (CF 2 )2COO (ll-31f) 

b 

--QhS^ F-^j^-COO^ Cl 1-3210 

b ^ ^ 

(""HQ*) -8 * CF 3 COcr (ll~B3f) 
( — | — *^ — S * CF 2 HCOO" (ll-34f) 

(~~ HO)~ S+ CF 3( CF 2)2COO" Cir-35f5 

30 

[ffcl 6 6] 



f#H 2002-32376* 



[0 3 16] 
Utl 6 9] 



(0} S+ CF 3(CF2) 10 COO- (~|-0)" S+ CFsfCF^KjCOO- 

3 C 11 " 49 *) 3 cn-50f) 



3^ CF3(CFa) 10 C0O- — ^Jt^^ CF 3 (CF£) 10 COO- 

Cir-sif) (n - 52f) 



-|-Q-^CFs(CFd 10 coo- €)~ s |^ 

(II-53f) (II-54f) 

(0} 3 S+ CF,(CFJ ia COO- (~|- H 0} S+ CF 3( CF dl2COO- 

C 11 " 5 ^) 3 II-56f) 

nBuO-Q>"S^;F 3 (CFd 12 COO- -|-Q>-S^CF3(CF s ) la COO- 



fll-59f) F F F 



(11-58 f) 

(+0); 

(II-60f) F F r 



30 



(118) 
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(0)"3 S+ CPstCFaJTCHaCHaCOO- 



St CF 3 (CF2) 9 COO. 
ffl-62f) 



[0 3 17] -ass (III) Tasti«7t«^m©n 

ttffl (HI-1 f) ~ CHI — 4 f) : 
[0 3 18] 
[ffcl 7 0] 



-^0>-S+ CF^CF^h^CH^COO- 
\J (11-63 f) 



-^Q^S^ CF 3 (CF 2 ) 1> CH^H i! COO- 
(II-64f) 



jSf CHsJCH^sCFjCFjCOO- 
(11-65 f) 



CH a (CH 2 ) 7 CF 2 CF 2 COO- 

i 

? (II-66f) 



( 'O^' 1 ' CF 3< CF 2)7CH 2 CH 2 -S-CH 2 CH 2 CO0- 

ar-67f) 



s! ~OH- s 2 CF 3 COO" (IIMf) 

^7 



S 2{CF3)2C(OH)COO (III-2f) 




(119) 
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[0319] zeMvytmm-Mvmfcw civ- 1 f ) 

~ (V-4 f ) : 
[0 3 2 0] 
lit 1 7 1 ] 




[0 3 2 1] ±|3HSfe£ ( I J -PSStlSfb-^tt, m 

izx^mmx^o hks (id > hks (no 

n5Ka2©7y-^V-t -;HS H £ MUX IZMW 
I©7x^;VX;l'*+>' F£SS£-tt ff&ftfc F U 7 
U -;Fx;F#- a ^-f K jSf S ^ £ M 

x-;i/x;i/*+^ F t ttJSt s * >x 

>»/E«ft=: y « l/HiMtr Aft 2 

- k - v L.m £ vr v -;fx;F7 a f £ 



236 

/ n ^-r f ©tek^Msa h £ <fc o rf# s c t tf-ef? s <, 

[0 3 2 2] 7-^yg^tLT©7-y»^tl/c* 

fcftS) tL<tt* u n/ u > a yffi y jV- 
s £ & V ^ n a ) £ <t d mm n wt y m n ggroMfc^ 
Bf^6^nsfeo*fflv^t>ot>»$u\ ens© 
10 y^vmmmit^^mmnmLT^ mzis, 

?T : iSM->-iA->-, 1987) ©1 17-1 1 
8^— TChemistry of Organic Fluorine Compo 
unds I IJ (Monograph 187, Ed by Milos Hudlicky and 
Attila E. Pavlath, American Chemical Society 199 
5) ©7 4 7-7 5 2^-vHcfD*c2ftT^;£o rD^ 

7;^;W>7-Y H*fn-y> t LT\ r F ^7;V^n 
Ifl/>f07f *-a-W If - ;l/ft^ft© 7 v 7 * 
20 ffV\ -rDT-*£j*fS#&T?*S (Scheme- lfcffl* 

[0 3 2 3] fbg-fta £fc&%tlb~d<Dffl.m<DnmSk 
It. If 1/1-50/1, jfSb<Bl/l~10/ 
K RrK» : SL<tt2/l~5/lTf*S 0 ffcl^at 
ffc^ftb-dO^fHB, IM^Hff^cftU Hf 
0. 5-2 011% jfSKSO. 7 5-1 511 

%, iWSL<ai~i oii%©iits§„ fta- 

so ^afcffc^Jb-cHi, #«ItatfLTfeil\ 
[0 3 2 4] < h y 7i-;l/XM-7^7 77nn7 
^yxM*-h (vii- 4) o^>h'J7x^;W 

/l/fc^ia-^'F 2 0 g^:^^/-;l/5 0 0ml lem 

mmc/-fyuuy^yx^~yi'rzyy F 1 4. 9 

y7ntf;l/X~r7l/3 0 0 m 1 ^SH^T+^Hcftff Lfc 
ft, V 7°n tf;l/x— r ;l/*r * v F < Sff ^ 2 

*m 8 g f6n& 

[0 3 2 5] < F y7x^^XW-7i 4 - Fr^ 
;l/-N^-trVX;V^^- F ( P A G 4 - 1 ) ©^j ? !c> F V 
7x-;WW-'JA3-yF , l 0 g^/^7-;F5 0 
0 m 1 dtlic:ffi{fcg4 . 4 4 g ^iH^T^ 

coj®Sfc4- Fx^;F^y-tfyx;F*--y^7 
•>-yF4. 6 7 g ^in^, ei©r§r«^l«L/c 0 f#6tx 
fetfitt^c^-ry7°ntf;l/x— f;F3 00ml ^in^T 
so +^HdMffL^ ^yy°nif;Fx-x;F^r*yF 



(120) 



ft fM 2 0 0 2 - 3 2 3 7 6 8 



[0 3 2 6] <h'J7x-^XM-')i/f7nn^ 

y^/i-b (n-4f) MJ 7 xx;i/x;i/# 

x>>2\3->?F2 0 5 0 0m l icffiMZ 

t/f 7nn^y^/-Y7^7v , 7 F l 4. 9g£rin 

tf ;l/x— r;l/ 3 0 0ml s? 
-f v 7°n tf i£;]/x~r ;l>*r * V h Tf BSS < Sft^ 2 UK 

DiSL/to mznrcmwii&mm&t&t mm* 1 

R 251 

R 250 -N-R 252 
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8 gffStlfeo 

[0 3 2 7] *^Offifig^ca, WffiSSttft^)* 
IC(fij hU ioP E D ICt &m\\mttf<liU 'He < *S 

TfHS (A) ~ (E) «jg* 

[0 3 2 8] 
[ftl 7 2] 



(A) 



rr-e, r 250 . R 251 *sJ:tfR 252 i:i\ H-tfcttftfc!?, m 

fci ~6©fc KB*->T^*^££fci±K*&6~2 orogmt L 
< n#g&mr » - A'S-efc r r tr 251 t R 252 tt3L^ tfe^ lt 



... (B) 
- (O 
(D) 



— C — N— C — R 256 



■ (E) 



(Stt, R 253 ' R 254 ' R 255 *3i^R 256 tt 
~ 6 07^^f^SlrjSt) 
[0 3 2 9] HldffS LWfc^&«, ^!t^3EI«{t£ 

^Hf*MtLT«, TIBH&S (F) T?gsnS{fc^» 

[0 3 3 0] 
Cftl 7 3] 



y N z 



. Wl-*fctt:*4 9, RSti 

[0 3 3 1] S (F) Y, ZH\ MfcTJe "\r 

0»$L<tt2~5fi©fe©T-S?»o 7;^L-yS©H 
W^WBft*. Hfe HHS (F) T^SftS 



[0 3 3 2] 
Cftl 7 4] 



(121) 



ft fM 2 0 0 2 - 3 2 3 7 6 8 



CO CO 00 d> 

Me 

o> oo co oo 



H 

[0 3 3 3] ±!B©^Tfc, 1 , If^^a 
[5. 4. 0] i)yrA-7-iX 1 , 
yya [4. 3. o] /t-5-iv«li:!ffSL^„ 10 

[0334] -^ttucaaaft^e^iao^Ji?* 

2fiJ^±Wt-«^»iMSttft^t Lttt, ftfcjf $ 
Cii«jg©W7?^#Cft^t L < tt7;l/4^7 5 7 a 

5/ tf y y*y, «JHfc L < tt*BBS©7 5 7 7;l^;Hf 
U^X BmfcL<«*Bg|©7 5 7tfnyyy, S& 
fe L < tt*flfift(CH' y*-V*;k Wftt> L < 
tf^y-;k BJifcL<«*Bg|©tfyyy, Bmtb 20 
< a*HS8© tf u 5 V s y, Milfc b < tt*HS!«0 -/ V 

*BSI©tf ^VU X BSIfc L < tt*B«Ot!^7S? 

x ■ItKWilors/wt'jy 

w„ ffsuTOfcga, 7?ya, rs/r;^ 
a, 7;M^75ya, rsyru-^a, rv->vr 

571, T)\s*)l<m, 7;I/3+S/g, 7is)Vm, Ti/n 

sea, ->r/i^5„ 30 
[0335] itwsb^t^itLT, yyxyy, 

1 , 1 -*?*1-)WT-W, l,l, 3,3— rh^y 

tf-iwr—Vy, 2-rs./\£Viyy, 3-r = ytfu 

S7 y, 4 - 7 3 y tf U v>y, 2 - y 7 s y tf u 

x 4-yy-7-;i/rsytfyy;/, 2-yx^yy7 = y 
tfyyy, 2- (rsyy^w tfyyy, 2-7 = y 
- 3 -y ^;i/tf y yy, 2 -r s y - 4 -y ^/i/ tf y >>• 
x 2-73y-5-y-? L ;i/tf yyy, 2-757-6 
-ygynfyyy, 3-rsyx^;i/tf y yy, 4-7 
syx^tfyyy, 3-75yt?nyyy, ty^y 40 

X N- (2-757xf;W ty^yy, N- (2- 
75 7xf;W tMyy'y, 4 2 , 2 , 6 , 6 

-x h y 7 fyvty* y yv, 4 - tf ^ y yy tf ^ y y 
X 2--T5 7tf^yyy 1- (2-757if;W 
If n yyy, tfyy-;k 3-757-5-y-7-;Vtfy 
7-;k 5-757-3-7^- 1 -p-h-y;Hfy 

y-;k tfyyy, 2- (rsyy^w -5-ygyp 

tfyyy, tfysyy, 2 , 4-i>'75ytfy 
4,6-i>'t;Fn^i/tfy5i> , X 2-tfyyyy, 3 

-tfyyyy, N-757W*yy n- (2-7 so 



5 7xf;W Wt'JX h U 7 5 7V-;k 
h'J7xx;M5 77-;K y f-;l/S?7x-;W 5 ?V 

[0 3 3 6] cnSO^^igSttft^fli^ 
OffifflSti, i^TtttSflgffl^ G§ffi«<) 1 0 0S 

mm^ML, mn, 0. 00 i~i oiii, kl< 

t± 0 . 01-5 SMg|5T-£ 5„ 0 . 0 0 1 SMg|5*?ST- 

i±±tmmm^ti&i\ -tj, 1 os«as*je*.si: 

[0 3 3 7] *^©ft«8»yyyx H»l 

x 7 -;M4 OHl*2 ffl«±£ T « {fc^§s**& 2 * 
[0 3 3 8] *?^©^7ttt«flg£MjfC«, ^®?Stt 

U;l/x— r;K ^yx^yy-fegyi/X-y-;k # 
y ^v'lfi/V* W;i>x~f ;i/^©# y *+yxf- 
l/>7;I4*x- r;M«, ,fW^->xfUyt7^ 
7x/-;l/X-r;K *iJt+7Xfl/V7x;V7i7 
-;Vx-r;H?0*y^->xfl/V7;W7V/yx 

7n7 7 3*uv-i, y;nf£y^yyyy-k y 

;Hfyyt7;W5r-h, V;Hf ^Vt7 Xf71/- 
K v;Hf7y ; e/^7x-h, ViUfyyhyti/x 
- h , y ;H£ * y h y x-r 7 h m<D y ;Hf ^ vBJK 

U-h, * |J t+->xf yyy*E-7 y*7;W5r- 
h , # y t^->xfyyy;^y>t7Xf7W h , 
# U ^->x^pyy;nf ^ y h y * ux- h , # y ^ 
^->x^pyy;nf ^ y h y xf 7 h ^©*° u 
y x^ u y y ;H£ y y flgJKHx X x mm<V /-*y% 
^ffiffittM, xy h -y 7°E F 3 0 1 , E F 3 0 3, E F 
3 5 2 (ff^HtoJc (M) SD , y 777 / «y 7 F 1 7 
U Fl 73, F176, F189, R08 (7vH*y 
7+ (S) S) , 7n7-FFC 4 3 0, F C 4 3 1 
(ft£XV-xi («) 8) , 7yn7J-FAG7 1 
0, 7-7nyS-3 8 2, SC101, SC102, 
SC103, SC104, SC105, SC106 01 
ffi? (W M) f07'y|SMfgfia, tM7-yn 
Wy*'jY-KP3 4 i (fiaft^i^ («) SD ^ 
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n-No. 7 5, No. 95 &mmmte&XM 

(M) W > hn-ryVl/S-3 6 6 (hn^5M 

si© 7 vm&zrcii.i' v n v^^ffiffii4gij^-M 

f#o. oili%~2ii%, jjSKtto. oili 
%~ i s«%Ta&s 0 cnsoi^mtsiH: i «*»n? 

[0 3 3 9] SSlc, Tf2^W«i^*^)t^SiJ* 

x p,p' -fh7if;vxf;V7$/^yy7xy 

W^tfy, -tr F7:7t£;/-T\ 9,io-^7i-;i/ 

x-fyhPX 2--hP7MbX 

t7fX 2-y-nn-4-xFn7x 

VX N-7W-p--ho7-'JX p--hn 

7-'Jv, N-7-fe^;i/-4-^hn- i -j-y^frr 
7yh7+7X 2-xf;I/7Vh 
7+/x 2-tert-7"g L ;i'7;/F^/:x 1,2- 

^VX7>^7+yv, 3-^^;l/- 1 , 

1 , 9 -^vX7yxnx -y^y-^/yr-tr hx 1,2 
-t7b+/X 3,3* -#;l/#x;l/-t£x (5,7- 

[0340] mfflmctttzmm&zmm-s&zy*; 

-;M40HS^2fiJ^±Wr?.ft:^i)t bra, tfy n 
F n * Mfc^ffct* W 6 n, * L < a # 'Jt:Fn^> 
ft^iCli, 7x/-;Mffl, U^'>v, 7nny^> 
X 7nn^>F\ 2,3,4-hUHKn+^yy 
7x/X 2,3,4,4* -fh7l;KD+Myy7 
x7X a, a ,« -h'JX (4-t:Fnt'>7x- 

;10 - 1 , 3 , 5 - h y -f y 7°n tf ;Wy •*? y, F v x 

(4-th'n+J'7x-;V) ><^X FUX (4 -UK 
ti+^x^W i^X 1,1* -tfX (4-tFu 

[0 3 4 1] *^©ffc^^^>>"lvv ; Xhfij3Sc'» 

a, xflyy^n?^ F\ ->*o^t/X y^n 
^y^X 2-^7X y-7fn 7 nx ^ 
^1/xWFx xfi/yyyn-/Ft/^^Fx- 
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r;K xf i/y^y 3-;Vt/xf ;Vx-f;K 2-;* 
F^"yxf;i/7tf- F, x^yy^y xt— ^/xf- 

;l/x— r ^r-bf— K 7ntfyy^y n-M/^f 
;l/x— r;K 7°ntf i/y^/y n-My^f^x-f ;l/ 
r-bf— F, HFxx #«x-f;K ?LI^;k ?L« 
x^;K ^ F+y^ntftfym^k xF^y7°ntf 
txixf;F, tf;Ft£ yffi.^k tf;Hf y^x-^k 
fc!;H£V»7nfc!;k N, N-y7y L /F*;Fi75F, 
y F\ N-^;H£ a u F x fF5 
10 kFn77yf»$L<, c ft 3^ 

[0 3 4 2] ±IBft^^^*°-y> , 'uS>'XFfifiSc»l*ffi 

xty rmiki/V^sfflg) icxift-, n-^-^ 

Btt L , ^- ? <^!fi f % c t K «fc D s»a y y*x 

[0 3 4 3] *^Bj5©ft#^SS*°^*u^XFfifi!cft© 
S«Ki:LTtt, WtS, ^It-ft:*- F U /jcilfc* 
20 kiit'-F'J?^ ^Y^7*-FU7A, yyft 

F'J7L, y^itFy^^ yy-e-nmvm 
mrfrftvm, xW5X n-7°ntf;F7 = yl§© 
Sl75yg, ^xf;F75X y*-n-7f;F75y 
^©!g2 7 = yll, F';xf;F75X *?-;]/5?x?-;]/ 
7 5 y^©^ 3 7 = y«> ^f;Fx^y-;F75X 
F'jx^/-;F7$yf©7;F3-/y75yl, #;FA 
7= f^t^f7= f^cts psl fF^ywy 

■ExDi.tKD+i'K, FlW;l/ (2-HFn^-yx 
7y^7AtFn^yF, fF'?xf;i/7y , t 
30 x>?AtKn^yF\ Fy 7fyF^;F7y ; £-7At: 
Fn^y f\ f F^x^y-^ytx^At: Fn^-y 
F\^7 L ;FFUx^/-;!>7yt^7x,ixFn^i/F\ 
'tyy';Fyy L ;FyX^/-;F7y ; E-7At Fo^y 
F\ ^yyVFyy^/Fx^y-^yt-^it: Fn+ 
y F\ ^y F y x ^ y y tx ^ h \l k d + -> 
F\ rFvXnWy^AfcFn+yFy fF? 

7^;Fr ytx^z, kFn^-y F^©H 4 trytx 7 
AJfi, tfn-;K tf^yyyf©i«75yf©7;F* 

40 [0 3 4 4] 

mmmTm^^mm, mfzs&k mmsm, smtgQ 

x;H-fMffl^3 7a ffi, 7?Fn-jFt7 ;F+;F If x 
/Vx-f^tffi^f^-t^-^MffiO^f'Mffl^T 

C-afiScM I - 1 ex;H-f;l/0^ 7x*f;P7 
;Fxt-;l/cfitcx^;l/E'x;l/x— f;F-&!l-a-L, ^-ci^ft 
so ffizf^fc^SnLTSSlcT 1 2^HaB?L/fe 0 #«x^ 



(123) 



WIS 2002-323768 
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T*57x^f;ni^to-f;i' (x-i) m%tc 0 

vl/ftycx^vUfxyl/x— • r^i&nU 
^v^-l , l 07xtvhn'J >fgf*^Fb^-&, 

-;l/x-f-;l/ (X- 1 ) ^rff/co 

lfx;l/x— rfroy&ffl 7x-;l/?^ 

2-^nnxf)Hiz;l/x-fMiDi, 1 6H$H&afl 

ffilgia ^ @Wi-e$«7i*fibH^;n-f;i/ 

(x - D %mitc 

fei&M i-4~io] smi i- it mm^mttm 
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(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a positive resist composition 
for electron beams. X-rays or EUV rays in which the resist pattern 
profile and changes in the line width in the post exposure period in a 
vacuum chamber are improved. 

SOLUTION: The positive resist composition for electron beams, 
X-rays and EUV rays contains a resin expressed by formula (X) 
ffi" which has acid decomposing groups of a specified structure and is 
decomposed by the effect of acids to increase the solubility with an 
alkali developer, and a compound which produces acids by irradiation 
of active radiation. In general formula (X), R1 and R2 may be same or 
different and each represents a hydrogen atom or a 1-4C alky! group, 
R3 and R4 may be same or different and each represents a hydrogen 
atom or an alkyl group which may have substituents, Z represents a 
phenyl group or an alicyclic group which may have substituents and 

* NOTICES * 

JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

LThis document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 



[Ciaim(s)] 

[Claim 1](a) A positive type electron beam, X-rays, or a resist composition for EUV containing resin in which 
has a structural unit containing a basis shown by following general formula (X), it decomposes by operation 
of acid, and solubility over an alkali developing solution increases, and a compound which generates acid by 
the exposure of (b) active radiation. 
[Formula 1] 




r . / .i \ 



m is an integer 1 to 20. 



Among general formula (X), R1 and R2 may be the same, or they may differ from each other, and express the 
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alkyl group of a hydrogen atom or the carbon numbers 1-4. R3 and R4 may be the same, or they may differ 
from each other, and express the alkyl group which may have a hydrogen atom or a substituent. Z expresses 
the phenyl group or alicycle group which may have a substituent. m expresses the integer of 1-20. 



DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Field of the Invention]This invention relates to the positive resist composition used for manufacture of 
semiconductor integrated circuit elements, the masks for integrated circuit manufacture, etc. 
[0002] 

[Description of the Prior Art]As a positive type photoresist composition, there is a chemical amplification 
system resist composition written in a U.S. Pat. No. 4,491,628 specification, the European patent No. 29,139 
specification, etc. A chemical amplification type positive-resist constituent is a pattern formation material 
which makes an exposure part generate acid by the exposure of radiation, such as far ultraviolet light, 
changes the solubility over the developing solution of the irradiation part of active radiation, and a 
non-irradiation part, and makes a pattern form on a substrate by the reaction which makes this acid a 
catalyst. 

[0003]Three component systems to which the above-mentioned chemical amplification type positive-resist 
constituent changes from alkalis soluble resin, the compound (photo-oxide generating agent) to which acid 
is generated by radiation exposure, and the lysis inhibition compound to the alkalis soluble resin which has 
an acidolysis nature group, It can divide roughly into the two-component system which consists of resin 
which has a basis which decomposes by a reaction with acid and serves as alkali soluble, and a photo-oxide 
generating agent and also the resin which has a basis which decomposes by a reaction with acid and serves 
as alkali soluble, the low molecule lysis inhibition compound which has an acidolysis nature group, and the 
high Brit system which comprises a photo-oxide generating agent 

[0004]In JP.9-319092.A, it is indicated noting that the resin which introduced the acetal group which 
introduced oxy connection has an effect in a standing wave reduction effect etc. In JP,1 0-221 854.A, resin 
with the unit of a substitution acetal group is indicated. However, in the resin which has these acetal groups, 
when it used as an electron beam resist, the resist pattern obtained by the influence of electron beam 
back-scattering appearing strongly became a profile of reverse tapered shape. An improvement of the line 
width variation by the length soaking time in the inside of the vacuum chamber of an electron beam 
irradiation device was also desired. 
[0005] 

[Problem(s) to be Solved by the Invention]The purpose of this invention as resist for an exposure by active 
radiation, such as an electron beam, X-rays, or EUV (Extreme Ultraviolet), A pattern profile's shape 
obtained is excellent, and also it is in providing the chemical amplification type positive resist composition in 
which the line width variation by the length soaking time in the inside of the vacuum chamber of irradiation 
equipment has also been improved. 
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[0006] 

[Means for Solving the Problem]It is using a positive resist composition which has a compound which has an 
acidolysis nature group of a specific structure, the above-mentioned purpose is attained, and this invention 
person came to complete this invention, as a result of inquiring wholeheartedly in view of this actual 
condition. That is, a positive resist composition concerning this invention is the following composition. 

(1) It has a structural unit containing a basis shown by (a) following general formula (X), A positive type 
electron beam, X-rays, or a resist composition for EUV containing resin in which it decomposes by 
operation of acid and solubility over an alkali developing solution increases, and a compound (acid generator) 
which generates acid by the exposure of (b) active radiation. 

[0007] 
[Formula 2] 

Rl / E3 \ 

— o—c-o~f-c— -i — z (x) 

[0008]Among general formula (X), R1 and R2 may be the same, or they may differ from each other, and 
express the alkyl group of a hydrogen atom or the carbon numbers 1-4. R3 and R4 may be the same, or they 
may differ from each other, and express the alkyl group which may have a hydrogen atom or a substituent. Z 
expresses the phenyl group or alicycle group which may have a substituent. m expresses the integer of 1-20. 
[0009]The following composition can be mentioned as a desirable mode. 

(2) A positive type electron beam, X-rays, or the resist composition for EUV given in the above (1) being 
resin in which resin (a) decomposes by the operation of acid which has a structural unit shown by following 
general formula (I) and general formula (III), and the solubility over an alkali developing solution increases. 
[0010] 

[Formula 3] 




[001 1]R21 expresses a hydrogen atom or a methyl group among formula (I) and (III), and R23 expresses a 
hydrogen atom, a halogen atom, an alkyl group, an aryl group, an alkoxy group, an acyl group, or an acyloxy 
group, n expresses the integer of 1 -3. W expresses the basis shown by the above-mentioned general 
formula (X). 

[00123(3). Resin (a) has a structural unit shown by following general formula (I), general formula (II), and 
general formula (III). A positive type electron beam, X-rays, or the resist composition for EUV given in the 
above (1) being resin in which it decomposes by operation of acid and the solubility over an alkali developing 
solution increases. 
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[001 3] 
[Formula 4] 




R21 

— (CH 2 -CJ— 
(III) 

[0014]R21 expresses a hydrogen atom or a methyl group among formula (I) - (III), R22 expresses the basis 
which is not decomposed by operation of acid, and R23 expresses a hydrogen atom, a halogen atom, an alky! 
group, an aryl group, an alkoxy group, an acyl group, or an acyloxy group, n expresses the integer of 1-3. W 
expresses the basis shown by the above-mentioned genera! formula (X). 

(4) A positive type electron beam, X-rays, or a resist composition for EUV given in (3), wherein a ratio of a 
structural unit shown by following general formula (I), general formula (II), and general formula (HI) satisfies 
conditions of the following ** - **. 

** 0.1 0<(I) / (I)+(II)+(IH)<0.25** 0.01 <(II)/(I)+(H)+(ni)<0.15 ** (I)> (II) 

** 0.5<(I)/(I)+(I0<0.85 ((I), (II), and (HI) express respectively a molar fraction of a structural unit shown by 
general formula (I), general formula (II), and general formula (III) among a formula.) 

[001 5](5) a formula — (X) — setting — R — one — and — R — two — at least — one — a carbon number 
— one - four — a straight chain — or — branching — an alkyl group — it is — things — the feature 
carrying out — the above — ( — one — ) - ( — four — ) — either — a statement — a positive type electron 
beam — X-rays — or — EUV — ** — a resist composition . 

[0016](6) A compound which generates acid by the exposure of the above-mentioned (b) active radiation by 

the exposure of active radiation. A following general formula (A-1) which generates sulfonic acid, (A~2), 

(A-3), A positive type electron beam, X-rays, or a resist composition for EUV given in either of 

above-mentioned (1 ) - (5) being at least one sort in a compound expressed with <A~4), (A-5), (A~6), and 

(A-7). 

[0017] 

[Formula 5] 
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=V R 5 



X" 



(A-2) 



[0018]Into a formula (A-1) (A-2), R % - R 5 may be the same, or may differ from each other, and show a 
hydrogen atom, an a!kyl group, a cycioalkyl group, an atkoxy group, a hydroxy group, a halogen atom, or a 
-S~R 6 group. R 6 shows an alkyl group or an aryi group. . [ whether X " has at least one basis chosen from the 
groups of the alkyl group of eight or more branched state or annular carbon numbers, and an alkoxy group, 
and ] . [ whether it has at least two bases chosen from the groups of straight chain shape, the alkyl group of 
4-7 branched state or annular carbon numbers, and an alkoxy group, and ] . [ whether it has at least three 
bases chosen from the groups of straight chain shape or the alkyl group of 1-3 branched state carbon 
numbers, and an alkoxy group, and ] The anion of the benzenesulfonic acid which has 1-5 halogen atoms, or 
has an ester group of straight chain shape or the branched state carbon numbers 1-10, naphthalene 
sulfonic acid, or anthracene sulfonic acid is shown. 



[0020]Among a formula (A-3), R 7 - R 10 may be the same, or may differ from each other, and show a hydrogen 
atom, an alkyl group, a cycioalkyl group, an alkoxy group, a hydroxy group, or a halogen atom respectively. X 
"is synonymous with the above, m, n, p, and q show the integer of 1-3 respectively. 
[0021] 
[Formula 7] 



[0019] 
[Formula 6] 




(Rio), 
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[0022]Among a formula (A-4), R„ - R 13 may be the same, or may differ from each other, and show a 
hydrogen atom, an alkyl group, a cycloalkyl group, an alkoxy group, a hydroxy group, a halogen atom, or a 
-S-R 6 group. R e and X " are synonymous with the above. I, m, and n may be the same, or may differ from 
each other, and show the integer of 1-3. When 1, m, and n are 2 or 3 respectively, the ring which comprises 
each 5-8 elements in 2-3 R t1 - R 13 which two pieces combine with each other and contain a ring, 
heterocycle, or an aromatic ring may be formed. 
[0023] 
[Formula 8] 



[0024]Among a formula (A-5), R 14 - R 16 may be the same, or may differ from each other, and show a 
hydrogen atom, an alkyl group, a cycloalkyl group, an alkoxy group, a hydroxy group, a halogen atom, or a 
-S--R e group. R 6 and X " are synonymous with the above. I, m, and n may be the same, or may differ from 
each other, and show the integer of 1-3. When I, m, and n are 2 or 3 respectively, the ring which comprises 
each 5-8 elements in 2-3 R M - R ie which two pieces combine with each other and contain a ring, 
heterocycle, or an aromatic ring may be formed. 
[0025] 
[Formula 9] 



<»h>i 




o 



X, 




,N— OS0 2 Y 




o 



£A~6) 



[0026]A straight chain in which Y may have a substituent among a formula (A-6), branching, an annular alkyl 
group, an aralkyl group that may be replaced, [0027] 
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[Formula 10] 



[0028]It comes out and the basis expressed is shown (R 31 - R 51 ). The straight chain which may be the same, 
or may differ and may have a hydrogen atom and a substituent, Branching, an annular alkyl group, an alkoxy 
group, an acyl group, the acyiamino group, A sulfonylamino group, an aryl group, an acyloxy group, an aralkyl 
group, or an alkoxycarbonyl group, Or a formyl group, a nitro group, a chlorine atom, a bromine atom, iodine 
atoms, a hydroxy! group, Or a cyano group is shown, R 31 - R 35 , R 36 - R K and R^ 3 - R 51 form five to 8 
membered-ring which two of each groups join together and consists of a carbon atom and/or a hetero atom, 
and their potato is good. Y may combine with the residue of another imide sulfonate compound. The 
monocycle or polycyclic annular alkylene group which X may have the straight chain, branching alkyiene 
group, and substituent which may have a substituent, and may contain the hetero atom, The straight chain 
which may be replaced, a branching alkenylene group, the monocycle which may be replaced and may 
contain the hetero atom or a polycyclic annular alkenylene group, the allylene group which may be replaced, 
and the aralkylene group which may be replaced are shown. X may combine with another imide sulfonate 



Ar r S0 2 -SO z -Ar 2 (A-7) 

Among a formula (A-7), Ar, and Ar 2 may be the same, or may differ from each other, and show an aryl group 
which is not replaced [ substitution or ]. 

[0029](7) A compound which generates acid by the exposure of the above-mentioned (b) active radiation by 
the exposure of active radiation. A positive type electron beam, X-rays, or a resist composition for EUV 
given in either of above-mentioned (1) - (5) being at least one sort in a compound expressed with a following 
general formula (PAG3) and (PAG4) which generate sulfonic acid. 
[0030] 
[Formula 11] 



residue. 



\ 



Rf 3 





<PAG3) 
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[0031 ]Ar' and Ar 2 show respectively the aryl group which is not replaced [ substitution or ] independently 
among a formula. R 203 , R 204 , and R 20S show respectively the alkyl group which is not replaced [ substitution 
or] and an aryl group independently. Z" shows the sulfonate anion which has at least one fluorine atom. Two 
and Ar 1 of R 203 , R 204 , and the R z06 , and Ar 2 may be combined via each single bond or substituent. 
[0032](8) A positive type electron beam, X~rays ( or a resist composition for EUV given in the above (7) 
characterized by a thing of a compound which furthermore generates sulfonic acid which does not contain a 
fluorine atom by the exposure of active radiation, and a compound which generates carboxylic acid by the 
exposure of active radiation for which either is contained at least. 

[0033](9) A positive type electron beam, X-rays, or a resist composition for EUV given in either of 
above-mentioned (1) - (8) containing a cyclic amine compound further. 

(10) A positive type electron beam, X-rays, or a resist composition for EUV given in either of 
above-mentioned (1) - (9) containing a fluorochemical surfactant, a silicon system surface-active agent, or 
its both further. 

(1 1) A positive type electron beam, X-rays, or a resist composition for EUV given in either of 
above-mentioned (1) - (10) by which a compound in which it decomposes by operation of acid and solubility 
over an alkali developing solution increases being included further. 

[0034] 

[Embodiment of the Invention]This invention is explained in detail below. 

(a)-1: The operation of acid which has a basis shown by the above-mentioned genera! formula (X) 
decomposes, As an alkyl group of R1 in resin general formula (X) in which the solubility over an alkali 
developing solution increases, and R2, the alkyl group of 1-4 carbon numbers, such as a methyl group, an 
ethyl group, n-propyl group, an isopropyl group, n-butyl group, an isobutyl group, a sec-butyl group, and 
t— -butyl group, is mentioned. R3 and R4 may be the same, or they may differ from each other, and express 
the alkyl group which may have a hydrogen atom and a substituent. Here, a straight chain, branching, and 
annular any may be sufficient as an alkyl group. It is 1-20 preferably [ it is desirable and ] as a straight 
chained alkyl group to the carbon numbers 1-30 and a pan, for example, a methyl group, an ethyl group, 
n-propyl group, n-butyl group, n-pentyl group, n-hexyl group, n-heptyl group, n~octyl group, n-nonyl group, 
n-deca nil group, etc. are mentioned. It is 1-20 preferably [ it is desirable and ] as a branched alkyl group to 
the carbon numbers 1 -30 and a pan, For example, i-propyl group, i-butyl group, t~butyl group, i-pentyl group, 
t-pentyl group, i-hexyl group, t-hexyl group, i-heptyl group, t-heptyl group, i-octyl group, t-octyl group, 
i-nonyl group, t-decanoly group, etc. are mentioned. It is 3-20 preferably [ it is desirable and ] as an annular 
alkyl group to the carbon numbers 3-30 and a pan, for example, a cyclopropyl group, a cyclobuty! group, a 
cyclopentylic group, a cyclohexyl group, a cycloheptyl group, a cyclooctyl group, a cyclononyl group, a 
cyclodecanoly group, etc. are mentioned. As for one [ at least], it is preferred that they are a straight chain 
of the carbon numbers 1™4 or an alkyl group of branching of R1 and R2. 

[0035]Z expresses the phenyl group or alicycle group which may have a substituent. As a phenyl group 
which may have a substituent as Z, the basis expressed with the following formula can be mentioned, for 
example. 
[0036] 
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[Formula 12] 
(E5) n 



[0037]R5 expresses the alkyi group which may have a substituent, the aryl group which may have a 
substituent, and the aralkyl group which may have a substituent. n expresses the integer of 0-5. 
[0038]A straight chain, branching, and annular any may be sufficient as the alkyl group as R5. As the straight 
chain or branched state alkyl group of R5, They are the carbon numbers 1-20 preferably [ it is desirable 
and ] to the carbon numbers 1-30 and a pan, For example, a methyl group, an ethyl group, n-propyl group, 
i-propyl group, n-butyl group, i— butyl group, t-butyl group, n-pentyl group, i-pentyl group, t-pentyl group, 
n-hexyl group, i-hexyl group, t-hexyl group, n-heptyl group, i-heptyl group, t-heptyl group, n-octyl group, 
i-octyl group, t-octyl group, n-nonyl group, i-nonyl group, t-nonyl group, n-deca nil group, i-deca nil group, 
t-deca nil group, n-undecyl group, i-undecyl group, n-dodecyl, i-dodecyl, n-tridecyi group, i-tridecyl group, 
n-tetradecyl group, i~tetradecyl group, an n-pentadecyl group, i-pentadecyl group, n-hexadecyi group, 

1- hexadecyl group, n-heptadecyl group, i-heptadecyl group, n-octadecyl group, i-octadecyl group, 
n-nonadecyl group, i-nonadecyl group, etc. can be mentioned. 

[0039]They are the carbon numbers 1-20 preferably [ it is desirable and ] as an annular alkyl group of R5 to 
the carbon numbers 1-30 and a pan, Even when forming a ring with a carbon number to 20, annular alkyl with 
a substituent may be sufficient, For example, a cyclopropyl group, a cyclobutyl group, a cyclopentylic group, 
a cyclohexyl group, A cycloheptyl group, a cyclooctyl group, a cyclononyl group, a cyclodeca nil group, A 
cycloundecyl group, cyclo dodecyl, a cyclotridecyl group, a cyclotridecyl group, A cyclotetradecyl group, a 
cycio pentadecyl group, a cyclohexa decyl group, A cycloheptadecyl group, a cyclo octadecyl group, a 
cyclononadecyl group, 4-cyclohexyl cyclohexyl group, a 4-n-hexyi cyclohexyl group, a penta nil cyclohexyl 
group, a hexyloxy cyclohexyl group, a penta nil oxy cyclohexyl group, etc. can be mentioned. It can be used 
if a substitution annular alkyl group except having mentioned here is also in a mentioned range. 
[0040]They are the carbon numbers 6-20 preferably [ it is desirable and ] as an aryl group of R5 to the 
carbon numbers 6-30 and a pan, For example, a phenyl group, 4~methylphenyl group, 3-methylphenyl group, 

2- methylphenyl group, 4-ethyl phenyl group, 3-ethyl phenyl group, 2-ethyl phenyl group, a 4-n-propyl 
phenyl group, a 3-n-propyl phenyl group, A 2-n-propyl phenyl group, a 4-i-propyl phenyl group, a 3-i-propyl 
phenyl group, A 2-i-propyl phenyl group, 4-cyclopropyl phenyl group, 3-cycIopropyl phenyl group, 

2- cyciopropyl phenyl group, a 4-n-buthylpheny! group, a 3-n-buthylphenyl group, A 2-n-buthylphenyl group, 
a 4-i-buthylphenyl group, a 3-i-buthylphenyl group, A 2-i-buthylphenyl group, a 4-t-buthylphenyl group, a 

3- t-buthylphenyl group, A 2-t-buthylphenyl group, 4-cycio buthylphenyl group, 3-cyclo buthyiphenyl group, 
2-cyc!o buthylphenyl group, 4-cyclopentyl phenyl group, 4-cyclohexyl phenyl group, 4-cycloheptenyl phenyl 
group, 4-cycloocta nil phenyl group, 2-cyclopentyl phenyl group, 2-cyclohexyl phenyl group, 
2-cycloheptenyl phenyl group, 2-cycloocta nil phenyl group, 3-cyclopentyl phenyl group, 3~cyclohexyl 
phenyl group, 3-cycloheptenyl phenyl group, 3-cycloocta nil phenyl group, 4~cyc!openthyloxy phenyl group, 

4- cyclohexyloxy phenyl group, 4-cycloheptenyl oxy phenyl group, 4-cyclo OKUTANIRU oxy phenyl group, 
2-cyclopenthyloxy phenyl group, 2-cyclohexyloxy phenyl group, 2-cycloheptenyl oxy phenyl group, 2-cyclo 
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OKUTANIRU oxy phenyl group, 3-cyclopenthyloxy phenyl group, 3-cyclohexyloxy phenyl group, 

3- cycloheptenyl oxy phenyl group, 3-cyclo OKUTANIRU oxy phenyl group, a 4-n-pentyl phenyl group, A 

4- n-hexyl phenyl group, a 4-n-heptenyl phenyl group, a 4~n~octa nil phenyl group, A 2-n-pentyl phenyl 
group, a 2-n-hexyl phenyl group, a 2™n-heptenyl phenyl group, a 2-n-octa nil phenyl group, a 3-n-pentyl 
phenyl group, a 3-n-hexyl phenyl group, a 3-n-heptenyl phenyl group, A 3-n-octa nil phenyl group, a 
2,6-dHsopropyl phenyl group, A 2,3-dHsopropyl phenyl group, a 2,4-di-isopropyl phenyl group, A 
3,4-dHsopropyl phenyl group, a 3,6-di-t~buthylphenyl group, A 2,3-di-t-buthylphenyl group, a 
2,4-di-t-buthylphenyl group, A 3,4-dK-buthylphenyl group, a 2,6-di-n-buthy!phenyl group, A 

2.3- di-n-butbylpheny! group, a 2,4-di-n-buthylphenyl group, A 3,4-dhn-buthylphenyI group, a 
2,6-dH-buthylphenyl group, A 2,3-dH-buthylphenyi group, a 2,4-di-i-buthylphenyl group, A 

3.4- dH-buthyiphenyl group, a 2,6-di-t-amyl phenyl group, A 2,3-drt-amyl phenyl group, a 2,4~di-t-amyl 
phenyl group, A 3,4-di-t-amyl phenyl group, a 2,6~di-i-amyi phenyl group, A 2,3-di-i-amy! phenyl group, a 
2,4-di-i-amyl phenyl group, a 3,4-dH-amyl phenyl group, a 2,6-dhn-pentyl phenyl group, a 2,3-di-n-pentyl 
phenyl group, a 2,4-di-n-pentyl phenyl group, a 3,4~di-n-pentyl phenyl group, 4-adamanthyl phenyl group, 
2~adamanthyl phenyl group, 4-isoboronyl phenyl group, 3-isoboronyl phenyl group, 2-isoboronyl phenyl 
group, 4-cyclopenthyloxy phenyl group, 4-cyclohexyloxy phenyl group, 4-cycloheptenyl oxy phenyl group, 
4~cyclo OKUTANIRU oxy phenyl group, 2-cyclopenthyloxy phenyl group, 2-cyciohexyloxy phenyl group, 

2- cycloheptenyi oxy phenyl group, 2-cyclo OKUTANIRU oxy phenyl group, 3-cyclopenthyloxy phenyl group, 
3~cyclohexyloxy phenyl group, 3-cycloheptenyl oxy phenyl group, 3-cyclo OKUTANIRU oxy phenyl group, a 
4-n-pentyloxy phenyl group, A 4-n-hexyloxy phenyl group, a 4-n-heptenyloxy phenyl group, A 4-n~octa nil 
oxy phenyl group, a 2-n-pentyloxy phenyl group, A 2~n-hexyloxy phenyl group, a 2-n-heptenyloxy phenyl 
group, a 2-n-octa nil oxy phenyl group, a 3-n-pentyloxy phenyl group, a 3-n-hexyloxy phenyl group, a 

3- n-heptenyloxy phenyl group, A 3-n-octa nil oxy phenyl group, a 2,6-dHsopropyloxy phenyl group, A 

2.3- di-isopropyloxy phenyl group, a 2,4-dHsopropyloxy phenyl group, A 3,4-di-isopropyloxy phenyl group, a 
2,6-di~t-butyloxy phenyl group, A 2,3-di-t-butyloxy phenyl group, a 2,4-di~t-butyloxy phenyl group, A 

3.4- di-t-butyloxy phenyl group, a 2,6-dhn-butyloxy phenyl group, A 2,3-di-n-butyloxy phenyl group, a 
2,4-~di~n~butyloxy phenyl group, A 3,4-di-n-butyloxy phenyl group, a 2,6-di-hbutyloxy phenyl group, A 

2.3- di-i-butyloxy phenyl group, a 2,4-di-i-butyloxy phenyl group, A 3,4-di-i-butyloxy phenyl group, a 
2 ,6-di-t-amyloxy phenyl group, A 2,3-di-t-amyloxy phenyl group, a 2,4-di~t-amyloxy phenyl group, a 

3.4- di-t-arnyloxy phenyl group, a 2,6-di-i-amyloxy phenyl group, a 2,3-di-i-amyloxy phenyl group, a 
2,4-dH-amyloxy phenyl group, A 3,4-di-i-amyloxy phenyl group, a 2,6-di-n-pentyloxy phenyl group, A 
2,3-di-n-pentyloxy phenyl group, a 2,4-di-n-pentyloxy phenyl group, A 3,4-dhn-pentyloxy phenyl group, 

4- adamantyloxy phenyl group, 3-adarnantyloxy phenyl group, 2-adamantyloxy phenyl group, 4-isoboronyl 
oxy phenyl group, 3-isoborony! oxy phenyl group, 2-isoboronyl oxy phenyl group, etc. are mentioned, and if 
these are in a mentioned range, they may be replaced further and will not be limited to any substituents 
other than the above-mentioned example. 

[0041]They are the carbon numbers 7~20 preferably [ it is desirable and ] as an aralkyi group of R5 to the 
carbon numbers 7-30 and a pan, For example, a phenylethyl group, 4-methylphenylethyl group, 
3-methylphenylethyl group, 2-methylphenylethyl group, 4-ethyl phenylethyl group, 3-ethyl phenylethyl 
group, 2-ethyl phenylethyl group, a 4-n-propyl phenylethyl group, A 3-n-propyl phenylethyl group, a 
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2- n-propyl phenylethyl group, A 4-i-propyl phenylethyl group, a 3~~i-propyl phenylethyl group, A 2-r-propyl 
phenylethyl group, 4-cyc!opropyl phenylethyl group, 3-cyc!opropyl phenylethyl group, 2-cyclopropyl 
phenylethyl group, A 4-n-buthylphenyl ethyl group, a 3-n-buthyipheny! ethyl group, A 2-n-buthy!phenyl 
ethyl group, a 4-hbuthylphenyl ethyl group, A 3-i-buthylphenyl ethyl group, a 2-i-buthylphenyl ethyl group, 
A 4-t-buthylphenyl ethyl group, a 3~t-buthy!phenyl ethyl group, a 2-t-buthylphenyl ethyl group, 4-cydo 
buthylphenyl ethyl group, 3-cyclo buthylphenyl ethyl group, 2-cyclo buthylphenyl ethyl group, 4-cyclopentyl 
phenylethyl group, 4-cyclohexyi phenylethyl group, 4-cycloheptenyl phenylethyl group, 4~cycioocta nil 
phenylethyl group, 2-cyclopentyl phenylethyl group, 2-cyclohexyl phenylethyl group, 2-cycloheptenyl 
phenylethyl group, 2-cycloocta nil phenylethyl group, 3-cyclopentyl phenylethyl group, 3-cyclohexyl 
phenylethyl group, 3-cyclohepteny! phenylethyl group, 3-cycloocta nil phenylethyl group, 4-cycIopenthyloxy 
phenylethyl group, 4-cyclohexyloxy phenylethyl group, 4-cycloheptenyl oxy phenylethyl group, 4-cycio 
OKUTANIRU oxy phenylethyl group, 2-cyclopenthyloxy phenylethyl group, 2-cyclohexyl oxy phenylethyl 
group, 2-cycloheptenyl oxy phenylethyl group, 2-cyclo OKUTANJRU oxy phenylethyl group, 

3- cyclopenthyloxy phenylethyl group, 3-cyclohexyloxy phenylethyl group, 3-cycloheptenyl oxy phenylethyl 
group, 3-cyclo OKUTANIRU oxy phenylethyl group, a 4-n-pentyl phenylethyl group, A 4-n-hexyl 
phenylethyl group, a 4-n-heptenyl phenylethyl group, A 4-n-octa nil phenylethyl group, a 2-n-pentyl 
phenylethyl group, A 2-n-hexyl phenylethyl group, a 2-n-heptenyl phenylethyl group, A 2-n-octa nil 
phenylethyl group, a 3-n-pentyl phenylethyl group, A 3-n-hexyl phenylethyl group, a 3-n-heptenyl 
phenylethyl group, A 3-n-octa nil phenylethyl group, a 2,6-di-isopropyl phenylethyl group, A 
2,3-di-isopropyl phenylethyl group, a 2,4-di-isopropyl phenylethyl group, A 3,4-di-isopropyl phenylethyl 
group, a 2,6-dK-buthylphenyl ethyl group, A 2,3~di-t~buthylphenyi ethyl group, a 2,4-di-t-buthylphenyl 
ethyl group, A 3,4-di-t-buthylphenyl ethyl group, 2, 6-di-n-butyl phenylethyl group, A 2,3-di-n-butyl 
phenylethyl group, a 2,4-di-n-butyl phenylethyl group, a 3,4-di-n-butyl phenylethyl group, a 
2,6-di-i-buthylphenyl ethyl group, a 2,3-dhhbuthylphenyl ethyl group, a 2,4-di-i-buthylphenyl ethyl group, 
A 3,4-di-i-buthylphenyl ethyl group, a 2,6-di-t-amyl phenylethyl group, A 2,3-di-t-amyl phenylethyl group, 
a 2,4-di-t-amyi phenylethyl group, A 3,4-dK-amyl phenylethyl group, a 2,6-dhi-amyl phenylethyl group, A 
2,3-di-i-amyl phenylethyl group, a 2,4-di-i-amyl phenylethyl group, A 3,4-dH-amyl phenylethyl group, a 
2,6-di-n-pentyl phenylethyl group, A 2,3-di-n-pentyl phenylethyl group, a 2,4-di-n-pentyl phenylethyl 
group, A 3,4-di-n-pentyl phenylethyl group, 4-adamanthyl phenylethyl group, 3-adamanthyl phenylethyl 
group, 2-adamanthyl phenylethyl group, 4-isoboronyl phenylethyl group, 3-isoboronyl phenylethyl group, 
2~isoboronyl phenylethyl group, 4-cyclopenthyloxy phenylethyl group, 4-cyclohexyloxy phenylethyl group, 

4- cycbheptenyl oxy phenylethyl group, 4-cyclo OKUTANIRU oxy phenylethyl group, 2-cyclopenthyloxy 
phenylethyl group, 2-cyclohexyloxy phenylethyl group, 2-cycloheptenyl oxy phenylethyl group, 2-cyclo 
OKUTANIRU oxy phenylethyl group, 3-cyclopenthyloxy phenylethyl group, 3-cyclohexyloxy phenylethyl 
group, 3-cycloheptenyl oxy phenylethyl group, 3-cyclo OKUTANIRU oxy phenylethyl group, To a 
4-n-pentyloxy phenylethyl group and 4~n~, a KISHIRU oxy phenylethyl group, A 4-n-heptenyloxy 
phenylethyl group, a 4-n-octa nil oxy phenylethyl group, A 2-n-pentyloxy phenylethyl group, a 2-n-hexyloxy 
phenylethyl group, A 2-n-heptenyloxy phenylethyl group, a 2-n-octa nil oxy phenylethyl group, A 
3-n-pentyloxy phenylethyl group, a 3-n-hexyloxy phenylethyl group, A 3-n-heptenyloxy phenylethyl group, 
a 3-n-octa nil oxy phenylethyl group, A 2,6~G isopropyloxy phenylethyl group, a 2,3-dHsopropyloxy 
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phenylethyl group, a 2,4-dHsopropyloxy phenylethyl group, a 3,4 1-G isopropyloxy phenylethyl group, a 
2,6-di-t-butyIoxy phenylethyl group, A 2,3-di-t-butyloxy phenylethyl group, a 2,4-~di™t™buty!oxy phenylethyl 
group, A 3,4-di-t-butyloxy phenylethyl group, a 2,6-dhn-butyloxy phenylethyl group, A 2,3-di-n-butyloxy 
phenylethyl group, a 2,4-dhn-butyloxy phenylethyl group, A 3,4-di-n-butyloxy phenylethyl group, a 
2,6-di-i-butyloxy phenylethyl group, A 2,3™dK-butyloxy phenylethyl group, a 2,4-dH-butyloxy phenylethyl 
group, A 3,4-di-i-butyloxy phenylethyl group, a 2,6-dht-amyloxy phenylethyl group, A 2,3-dht-amyloxy 
phenylethyl group, a 2,4-di-t-amyloxy phenylethyl group, A 3,4~~di-t-amyloxy phenylethyl group, a 
2,6-di-i-amyloxy phenylethyl group, A 2,3-dH-amyloxy phenylethyl group, a 2,4-dH-amyloxy phenylethyl 
group, a 3,4-di-i-amy!oxy phenylethyl group, a 2,6-dhn-pentyloxy phenylethyl group, a 2,3-di-n-pentyloxy 
phenylethyl group, A 2,4-di~n~pentyloxy phenylethyl group, a 3,4-di-n-pentyloxy phenylethyl group, 
4™adamantyloxy phenylethyl group, 3-adamantyloxy phenylethyl group, 2-adamantyIoxy phenylethyl group, 
4-isoboronyi oxy phenylethyl group, 3-isoboronyl oxy phenylethyl group, 2-isoborony! oxy phenylethyl group, 
or a thing that the above-mentioned alkyl transposed to a methyl group, a propyl group, a butyl group, etc. is 
mentioned. 

[0042] moreover — as the further substituent of the above-mentioned group — a hydroxyl group and a 
halogen atom (fluoride.) Chlorine, bromine, iodine, a nitro group, a cyano group, the above-mentioned alkyl 
group, a methoxy group, An ethoxy basis, a hydroxyethoxy basis, a propoxy group, a hydroxy propoxy group, 
Alkoxy groups, such as n-butoxy group, an isobutoxy group, a sec-butoxy group, and t-butoxy group, 
Alkoxycarbony! groups, such as a methoxycarbonyl group and an ethoxycarbonyl group, Aralkyl groups, such 
as benzyl, a phenethyl group, and a cumyl group, an aralkybxy group, A formyl group, an acetyl group, a 
butyryl group, benzoyl, a SHIANAMIRU group, Acyloxy groups, such as acyl groups, such as a valeryl group, 
and a butyryloxy group, the above-mentioned alkenyl group, Aryloxy carbonyl groups, such as aryloxy 
groups, such as alkenyloxy groups, such as a vinyioxy group, a propenyloxy group, an allyloxy group, and a 
butenyloxy group, the above-mentioned ary! group, and a phenoxy group, and a benzoyloxy group, can be 
mentioned. 

[0043] As a substituent of the above R5, they are an alkyl group of the carbon numbers 1-20, an aryl group 
of the carbon numbers 6~20, or an aralkyl group of the carbon numbers 7-20 preferably. These substituents 
may have a substituent further. 

[0044]Monocyclic or a polycyclic type may be sufficient as an alicycle group as Z. Specifically, a basis which 
has bicyclo [ with a carbon numbers of five or more monocyclo 3, tricyclo, tetracyclo structure, etc. can be 
mentioned. As for the carbon number, 6-30 pieces are preferred, and especially its 7-25 carbon numbers 
are preferred. These alicyclic hydrocarbon groups may have a substituent. As concrete alicycltc structure, 
cyclopentane, cyclohexane, cycloheptane, cyclooctane, a cyclodecane, a cyclododecane, or the following 
structure is mentioned. 
[0045] 

[Formula 13] 
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[0046] 

[Formula 14] 
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[0047]Also in the above, cyclopentane, cyclohexane, (5), (6), (7), (9), (10), (13), (14), (15), (23), (28), (36), (37), 
(40), (42), and (47) are preferred. 

[0048]As a substituent of such alicyclic structures, an alkyl group, a substituted alkyl group, a halogen atom, 
a hydroxy! group, an alkoxy group, a carboxyl group, and an alkoxycarbonyl group are mentioned. As an alkyl 
group, low-grade alkyl groups, such as a methyl group, an ethyl group, a propyl group, an isopropyl group, and 
a butyl group, express the substituent chosen from the group which consists of a methyl group, an ethyl 
group, a propyl group, and an isopropyl group desirable still more preferably. As a substituent of a 
substituted alkyl group, a hydroxyl group, a halogen atom, and an alkoxy group can be mentioned. As the 
above-mentioned alkoxy group, the thing of 1-4 carbon numbers of a methoxy group, an ethoxy basis, a 
propoxy group, a butoxy group, etc. can be mentioned. 
[0049]The following are also preferred as an alicycle group of Z. 
[0050] 

[Formula 1 5] 




[0051]R5 and n are the same as that of the above-mentioned thing. 
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[0052]Although the example of the basis shown by genera! formula (X) is shown beiow, it is not limited to 

these. 

[0053] 

[Formula 16] 
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[0054] 

[Formula 17] 
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0-CH 3 H 

[0055]Have a basis shown by general formula (X) in this invention, and an operation of acid decomposes, 
Resin (it is also called resin which has hereafter a basis shown by general formula (X)) in which solubility 
over an alkali developing solution increases, It is a compound which has the structure which introduced an 
acidolysis nature group which is produced by polymerizing a monomer, and which is shown in a compound 
which has molecular weight distribution by general formula (X), and serves as alkali solubility by operation of 
acid. It is resin which has a basis shown by general formula (X) in both a main chain of resin, a side chain or 
a main chain, and a side chain as resin which has a basis shown by general formula (X). Among this, resin 
which has a basis shown by general formula (X) in a side chain is more preferred. Next, as matrix resin in 
case a basis shown by general formula (X) joins together as a side chain, they are -OH or -COOH, and 
alkalis soluble resin that has a -R°-COOH or -Ar-OH radical preferably at a side chain. For example, alkalis 
soluble resin which does not contain an acidolysis nature group mentioned later can be mentioned. Here, 
-R°- expresses aliphatic series or aromatic hydrocarbon more than divalent [ which may have a 
substituent ], and -Ar~ expresses an aromatic group more than divalent [ which may have a substituent of a 
monocycle or many rings ]. 

[0056]lt is alkalis soluble resin which has a phenolic hydroxy! group as desirable matrix resin in this invention. 
Alkalis soluble resin which has a phenolic hydroxyl group used for this invention, o™, m~, or 
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p-hydroxystyrene (these are named generically and it is called hydroxystyrene), A repeating unit equivalent 
to o™, m~, or p-hydroxy-alpha~methylstyrene (these are named generically and it is called 
hydroxy-aSpha-methylstyrene) Or at least 30-mol %, desirable — more than 50 mol % — it is preferred that 
a benzene nucleus of a copolymer to contain, its homopolymer, or this unit is the resin by which 
hydrogenation was carried out selectively, and p-hydroxystyrene homopolymer is more preferred. As 
monomers other than hydroxystyrene for preparing the above-mentioned copolymer by copolymerization, 
and hydroxy-alpha-methyistyrene, Acrylic ester, methacrylic acid ester, and acrylamide. Methacryiamide, 
acryionitrile, a methacrylonitrile, a maleic anhydride, styrene, alpha-methylstyrene, acetoxystyrene, and 
alkoxy styrene are preferred, and styrene, acetoxystyrene, and t-butoxystyrene are more preferred. 
[0057]As content of a repeating unit (structural unit) which has a basis shown by general formula (X) in such 
resin in this invention, 5-mol % - 50-mol % is preferred to ail the repeating units, and it is 5-mol % - 30-mol % 
more preferably. 

[0058]In resin which has a basis shown by general formula (X) in this invention, other acidolysis nature 
groups may be included out of Motomochi to whom it is shown by the above-mentioned genera! formula (X). 
[0059]Resin containing a basis shown by the above-mentioned general formula (X) can compound 
corresponding vinyl ether, and can obtain it by making it react to phenolic hydroxyl group content alkalis 
soluble resin which dissolved in suitable solvents, such as a tetrahydrofuran, by a known method. A reaction 
is usually carried out under existence of an acid catalyst, and desirable acidic ion exchange resin, chloride 
and p-toiuenesulfonic acid or a salt like pyridinium tosylate. From an activity raw material like chloroethyi 
vinyl ether, the corresponding above-mentioned vinyl ether can be compounded by methods, such as 
nucleophilic substitution, and can be compounded using mercury or a palladium catalyst. It is compoundable 
aiso by a method of carrying out acetal exchange as an option using corresponding alcohol and vinyl ether. 
In this case, a substituent to introduce is given to alcohol, and vinyl ether makes comparatively unstable 
vinyl ether like t-butylvinyl ether intermingled, and is carried out under acid existence like p-toluenesulfonic 
acid or pyridinium tosylate. 

[0060]As for weight average molecular weight of resin containing a basis shown by the above-mentioned 
general formula (X), 3000-80000 are preferred, and it is 5000-50000 more preferably. The ranges of 
molecular weight distribution (Mw/Mn) are 1.01-4.0, and are with 1.05-3.00 preferably. It is preferred to use 
techniques, such as anionic polymerization and a radical polymerization, for obtaining polymer of such 
molecular weight distribution. 

[0061] Although concrete structure of resin containing a basis shown by such general formula (X) is 
illustrated below, this invention is not limited to these. 
[0062] 
[Formula 18] 
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[0063] 

[Formula 19] 
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[Formula 20] 
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[0067] 

[Formula 23] 
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[0069] 

[Formula 25] 




[0070] 

[Formula 26] 
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[0074]The resin (resin containing the basis shown by genera! formula (X)) used by this invention may add a 
polyhydroxy compound in a synthetic stage for alkali dissolution speed regulation and the improvement in 
heat hardiness, arid may introduce the bridge construction part which connects polymer backbone with a 
polyfunctional acetal group, the addition of a polyhydroxy compound receives the number of the hydroxy! 
groups of resin — 0.01-10-mol% — desirable — 0.05-8-mol% — it is 0.1-5-mol% still more preferably, as a 
polyhydroxy compound — phenolic ****** — a certain thing which is and has 2-6 alcoholic hydroxyl groups 
is raised, the number of hydroxyl groups is 2-4 preferably, and the number of hydroxyl groups is [ 2 or ] 
three still more preferably. Although an example is shown below, this invention is not limited to these. 
[0075] 

[Formula 30] 



[0076](a)-2:. Contain the structural unit which is the structural unit and (Hi) which are shown by the 
above-mentioned general formula (I), and is shown. An operation of acid decomposes, an operation of the 
acid which has resin in which the solubiiity over an alkali developing solution increases, and also a structural 
unit shown by the above-mentioned general formula (II) decomposes, and the resin in which the solubility 
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over an alkali developing solution increases is explained 

[0077]R21 expresses a hydrogen atom or a methyl group. As a basis (it is also called an acid stable group) 
which is not decomposed by operation of acid in R22, A hydrogen atom, a halogen atom, an alkyl group, a 
cycloalkyl group, an alkenyl group, An aryl group, an alkyloxy group (however, except for the -0~3rd class 
alkyl). An acyl group, a cycloalkyloxy group, an alkenyloxy group, an aryloxy group, an alkylcarbonyloxy group, 
an alkylamide methyloxy group, an alkylamide group, an aryl amide methyl group, an aryl amide group, etc. 
are mentioned. As an acid stable group, preferably An acyl group, an alkylcarbonyloxy group, It is an alkyloxy 
group, a cycloalkyioxy group, an aryloxy group, an alkylamide oxy group, and an alkylamide group, and they 
are an acyl group, an alkylcarbonyloxy group, an alkyloxy group, a cycloalkyloxy group, and an aryloxy group 
more preferably. 

[0078]In an acid stable group of R22, as an alkyl group, A methyl group, an ethyl group, a propyl group, 
n-butyl group, a sec-butyl group, A thing of 1-4 carbon numbers like t-butyl group is preferred, and as a 
cycloalkyl group A cyclopropyl group, A thing of 3-10 carbon numbers like a cyclobutyl group, a cyclohexyl 
group, and an adamanthyl group is preferred, A thing of 2-4 carbon numbers like a vinyl group, a propenyl 
group, an allyl group, and a butenyl group as an alkenyl group is preferred, A thing of 2-4 carbon numbers like 
a vinyl group, a propenyl group, an ally! group, and a butenyl group as an alkenyl group is preferred, and a 
thing of 6-14 carbon numbers like a phenyl group, a xylyl group, a toluyl group, a KUMENIRU group, a 
naphthyl group, and an anthracenyl group as an aryl group is preferred. As an alkoxy group, an alkoxy group 
of 1-4 carbon numbers of a methoxy group, an ethoxy basis, a hydroxyethoxy basis, a propoxy group, a 
hydroxy propoxy group, n-butoxy group, an isobutoxy group, a sec-butoxy group, etc. is preferred. 
[0079]As a halogen atom in the above R23, fluoride, chlorine, bromine, and iodine have them and as an alkyl 
group, [ preferred 3 A thing of 1-8 carbon numbers, such as methyl, ethyl, propyl, n-buty!, sec-butyl, t~butyl, 
hexyl, and octyl, is preferred, and as an aryl group, A thing of the carbon numbers 6-14, such as phenyl, xylyl, 
toluyl one, KUMENIRU, naphthyl, and anthracenyl, is preferred. As an alkoxy group, methoxy and ethoxy ** 
hydroxyethoxy **. A thing of 1-4 carbon numbers, such as propoxy, hydroxypropoxy, n-butoxy, isobutoxy, 
sec-butoxy, and t-butoxy, is preferred, and as an acyl group, A thing of the carbon numbers 1-7, such as 
formyl, acetyl, propanoly, butanoly, and benzoyl, is preferred, and a thing of 2-7 carbon numbers, such as 
acetoxy, prop noil oxy, butanoyloxy, and benzoyloxy one, is preferred as an acyloxy group. 
[0080]The substituent W in general formula (I) expresses a basis expressed with said genera! formula (X). 
[0081] Although the concrete structure of a structural unit expressed with a structural unit and general 
formula (III) which are shown by general formula (I) can mention a thing in resin illustrated as a concrete 
structure of resin containing a basis previously shown by general formula (X), it is not limited to them. 
[0082]This resin of an operation of acid decomposing and controlling solubility in inside of an alkali 
developing solution is also preferred by making resin contain a structural unit expressed with general 
formula (II) with a structural unit expressed with a structural unit expressed with general formula (I), and 
general formula (III). A profile which was more excellent in rectangle nature can be attained by introducing 
this structural unit. It is effective in adjusting quantity of a structural unit expressed with general formula (I). 
[0083]As an example of a polymerization nature monomer of a structural unit shown by such general 
formula (II), although the following are mentioned, it is not limited to these. 
[0084] 
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[Formula 31] 
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[Formula 32] 
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[0086] Resin including the structural unit which is these general formula (II) or general formula (III), and is 
shown can be obtained to phenol resin or its monomer making it react to an acid anhydride under base 
existence, by making it react to halide corresponding under base existence, etc. 

[0087]In this invention, the resin which has a basis which decomposes by operation of acid and increases 
the solubility in the inside of an alkali developing solution may include other monomeric units as a 
copoiymerization ingredient other than the structural unit expressed with general formula (I), general 
formula (II), or genera! formula (III). 

[0088]the content of the structural unit expressed with general formula (I) in resin, general formula (II), and 
general formula (III) of this invention is the sum total — general — 50-100-mol % — it is 70-100-mol % more 
preferably 60 to 100%. 

[0089]It is preferred that a ratio of a structural unit shown by general formula (I), general formula (II), and 
general formula (HI) is satisfied with this invention of conditions of the following ** - **. 
** 0.1 0<(I) / (I)+(II)+(III) <0.25**0.01 <(II)/(I)+(U)-Kni) <0.15**(I)> (II) 
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** 0.5<(I)/(I)+(H)<0.85 ((I), (II), and (HI) express respectively a molar fraction of a structural unit shown by 
general formula (I), general formula (II), and general formula (III) among a formula.) 

By satisfying the above-mentioned conditions, the rectangle nature of resin of this invention of a profile 
improves, and especially a developing defect is improved further. 

[0090]A repeated structure unit shown by general formula (I), general formula (II), or general formula (III) or 
a repeated structure unit from other polymerization nature monomers may be made to exist in resin 
combining a kind or two sorts or more respectively. In order that resin contained in a positive type 
photosensitive composition of this invention may maintain good development nature to an alkali developing 
solution, copolymerization of other suitable polymerization nature monomers may be carried out so that an 
alkali solubility group, for example, a phenolic hydroxy! group, and a carboxyl group may be introduced. 
[0091]A molecular weight of resin which has a repeated structure unit of the above-mentioned general 
formula (I), genera! formula (II), or general formula (III) compounded by an above-mentioned method, In a 
weighted mean (Mw polystyrene standard), 2,000 or more, it is 3,000-200,000 preferably and is 
5,000-70,000 more preferably, a degree of dispersion (Mw/Mn) — desirable — 1.0-4.0 — more — desirable 
— 1 .0-3.5 — especially, it is 1 .0-3.0 preferably, and heat resistance and image formation nature (a pattern 
profile, a defocus latitude, etc.) become good, so that a degree of dispersion is small. Although an example of 
resin of having a repeated structure unit of general formula (I), general formula (II), or general formula (III) is 
shown below, this invention is not limited to these. 
[0092] 

[Formula 33] 
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[Formula 34] 
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[Formula 37] 
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[0100] 
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[0101] 

[Formula 42] 
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[0107] 

[Formula 48] 




[0108] 

[Formula 49] 
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[Formula 50] 
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[0116] 

[Formula 57] 
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[Formula 59] 




[01 19]The content in the positive type photosensitive composition (except for a coating solvent) of the 
resin which has a basis shown by the above-mentioned general formula (X) is 70 to 97 % of the weight still 
more preferably 50 to 99% of the weight preferably. In this invention, the resin which has other acidolysis 
nature groups may be used together. It is resin which has a basis which other acid used in the chemical 
amplification type resist in this invention decomposes, and may be decomposed into both the main chain of 
resin, a side chain or a main chain, and a side chain from acid as resin which has a basis which increases the 
solubility in the inside of an alkali developing solution. Among this, the resin which has a basis which may be 
decomposed from acid in a side chain is more preferred. As a basis which bases desirable as a basis which 
may be decomposed from acid are ™COOA° and a ~0~B° group, and also contains these, the basis shown by 
-R°-COOA° or -Ar-O-B" is mentioned. A° shows -C (R 05 ) (R 02 ) (R 03 ), -Si (R ot ) (R 02 ) (R 03 ), or a -C(R 04 ) 
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(R 05 )-O-R 06 group here. B° shows -A 0 or a -CO~-0-A° group (R°, R 01 - R° e , and the thing and homonymy of 
the after-mentioned [ Ar ]). 

[0120]Preferably as an acidolysis nature group A silyl ether group, a cumyl ester group, They are an aceta! 
group, a tetrahydropyranyi ether group, a tetrahydropyranyl ester group, an enal ether group, an enal ester 
group, an alkyl ether group of the 3rd class, an alkyl ester group of the 3rd class, an alkyl carbonate group of 
the 3rd class, etc. They are the 3rd class alkyl ester group, the 3rd class alkyl carbonate group, a cumyl 
ester group, an acetal group, and a tetrahydropyranyl ether group preferably. 

[0121]Next, as matrix resin in case a basis which may be decomposed from these acid joins together as a 
side chain, they are a basis which contains -OH or -COOH in a side chain, and alkalis soluble resin which 
has a -R°-COOH group or a -Ar - OH radical preferably. For example, alkalis soluble resin mentioned later 
can be mentioned. 

[01 22]Alkali dissolution speed of these alkalis soluble resin is measured by 0.261 N tetramethylammonium 
hydroxide (TMAH) (23 **), and its thing 170A / more than a second is preferred. It is a thing 330A / more 
than a second especially preferably (A is angstrom). Alkalis soluble resin with high transmissivity to far 
ultraviolet light from a point and an excimer laser beam which attain a rectangular profile is preferred. 
Preferably, transmissivity in 248 nm of 1 -micrometer thickness is 20 to 90%. From such a viewpoint, 
especially desirable alkalis soluble resin, o- m- p-poly (hydroxystyrene), and these copolymers, 
Hydrogenation poiy (hydroxystyrene), halogen, or alkylation poly (hydroxystyrene), It is poly 
(hydroxystyrene) a part, O-alkylation or O-acylation thing, a styrene hydroxystyrene copolymer, a 
aipha-methylstyrene hydroxystyrene copolymer, and hydrogenation novolak resin. 
[0123]Resin which has a basis which may be decomposed from acid used for this invention makes a 
precursor of a basis which may be decomposed from acid react to alkalis soluble resin, or it can obtain it by 
the ability to carry out copolymerization of the alkalis-soluble-resin monomer which a basis which may be 
decomposed from acid combined to various monomers. 

[0124]An acidolysis nature low molecule lysis inhibition compound which carries out a postscript with resin 
which has a basis which may be decomposed from the above-mentioned acid generator and acid may be 
mixed. In a position which has at least two bases which may be decomposed from acid into the structure as 
an acidolysis nature lysis inhibition compound used for this invention, and distance between these acidolysis 
nature groups left most, it is a compound which goes via at least eight joint atoms except an acidolysis 
nature group. An acidolysis nature low molecule lysis inhibition compound used for this invention may 
contain at least one sort of acidolysis groups shown by general formula (X). In this invention, preferably an 
acidolysis nature lysis inhibition compound, In a position which has at least two bases which may be 
decomposed from acid into the structure, and distance between these acidolysis nature groups left most, In 
a position which has at least ten pieces, a compound via which it goes at least 12 pieces still more 
preferably at least 1 1 pieces preferably, or at least three acidolysis nature groups for a joint atom except an 
acidolysis nature group, and distance between these acidolysis nature groups left most, They are at least 
nine pieces and a compound via which it goes at least 1 1 pieces still more preferably at least ten pieces 
preferably about a joint atom except an acidolysis nature group. The number of 50 desirable maximums of 
the above-mentioned joint atom is 30 still more preferably. In this invention, when an acidolysis nature lysis 
inhibition compound has preferably three or more acidolysis nature groups [ four or more I and when 
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separated [ beyond fixed distance that has this acidolysis nature group mutually ] also in what has two 
acidolysis nature groups, lysis inhibition nature to alkalis soluble resin improves remarkably. Distance 
between acidolysis nature groups in this invention is shown by course joint atomic number excluding an 
acidolysis nature group. For example, in the case of the following compounds (1) and (2), distance between 
acidolysis nature groups is four joint atoms respectively, and is 12 joint atoms with a compound (3). 



[01 26] Although the acidolysis nature lysis inhibition compound of this invention may have two or more 
acidolysis nature groups on the one benzene ring, it is a compound which comprises preferably a skeleton 
which has one acidolysis nature group on the one benzene ring, furthermore — the molecular weight of the 
acidolysis nature lysis inhibition compound of this invention is 3,000 or less — desirable — 500-3,000 — it 
is 1 ,000-2,500 still more preferably. 

[0127]ln the desirable embodiment of this invention, the basis shown by -R°-GOO-A 0 or -Ar~O-B 0 is 
mentioned as a basis containing the basis which may be decomposed with acid, i.e., -COO-A", and a -O-B" 
group. A 0 shows -C (R 01 ) (R 02 ) (R 03 ), -Si (R 01 ) (R 02 ) (R 03 ), or a ~C(R 04 ) (ffVO-R 08 group here. B° shows A 0 or 
a -CO-O-A 0 group. R 01 , R 02 , R 03 , R 04 , and R 05 , It may be the same respectively, or difference may be carried 
out, a hydrogen atom, an alkyl group, a cycloalkyl group, an alkenyl group, or an aryl group is shown, and R 06 
shows an alkyl group or an aryl group. However, at least two of R 01 - R 03 are bases other than a hydrogen 
atom, and two bases in R 01 - R 03 and R 04 - R 06 may join together, and they may form a ring. R° shows the 
aliphatic series or the aromatic hydrocarbon group more than divalent [ which may have a substituent ], and 
-Ar- shows the aromatic group more than divalent [ which may have a substituent of a monocycle or many 
rings ]. 

[0128]As an alkyl group here A methyl group, an ethyl group, a propyl group, n-butyl group, A thing of 1-4 
carbon numbers like a sec-butyl group and t-butyl group is preferred, As a cycloalkyl group, a cyclopropyl 
group, a cyclobutyl group, a cyclohexyl group, A thing of 3-10 carbon numbers like an adamanthyl group is 
preferred, and as an alkenyl group A vinyl group, A thing of 2-4 carbon numbers like a propenyl group, an 
allyl group, and a butenyl group is preferred, and a thing of 6-14 carbon numbers like a phenyl group, a xylyl 
group, a toluyl group, a KUMENIRU group, a naphthyl group, and an anthracenyl group as an aryl group is 
preferred, moreover — as a substituent — a hydroxyl group and a halogen atom (fluoride, chlorine, and 



[0125] 

[Formula 60] 




A 0 - OOC-^Hj - Z CH 2 ~ 3 CH 2 - 4 CH 2 —COO -A 0 (2) 




CK 3 

tt&tt&S :-COO -A 0 ,~~O-~B0 
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bromine.) Iodine, a nitro group, a cyano group, the above-mentioned alkyi group, a methoxy group, an ethoxy 
basis, A hydroxyethoxy basis, a propoxy group, a hydroxy propoxy group, n-butoxy group, Alkoxy groups, 
such as an isobutoxy group, a sec-butoxy group, and t-butoxy group, Alkoxycarbonyi groups, such as a 
methoxycarbonyl group and an ethoxycarbonyl group, Aralkyl groups, such as benzyl, a phenethy! group, and 
a cumyl group, an aralkyloxy group, A formyl group, an acetyl group, a butyryl group, benzoyl, a SHIANAMIRU 
group, Acyloxy groups, such as acyl groups, such as a valeryl group, and a butyryloxy group, the 
above-mentioned alkenyl group, Aryloxy carbonyl groups, such as aryloxy groups, such as alkenyloxy groups, 
such as a vinyloxy group, a propenyloxy group, an allyloxy group, and a butenyloxy group, the 
above-mentioned aryl group, and a phenoxy group, and a benzoyloxy group, can be mentioned. 
[01 29] As a basis which may be decomposed with acid, preferably A silyl ether group, a cumy! ester group, 
They are an acetal group, a tetrahydropyranyl ether group, an enal ether group, an enal ester group, an alkyl 
ether group of the 3rd class, an alkyl ester group of the 3rd class, an alkyl carbonate group of the 3rd class, 
etc. They are the 3rd class alkyl ester group, the 3rd class alky) carbonate group, a cumyl ester group, and 
a tetrahydropyranyl ether group preferably. 

[0130]As an acidolysis nature lysis inhibition compound, preferably, JP,1-289946,A, JP,1-289947,A, 
JP,2-2560,A, JP.3-128959A JP.3-1 58855.A, JP.3-179353A JP.3-191351.A. JP.3-200251 ,A, 
JP.3-200252A JP,3-200253,A, JP.3-200254A JP,3-200255,A, JP.3-259149A JP.3-279958A 
JP,3-279959A JP,4-1650,A, JP,4-1651,A, JP,4-11260,A, JP,4-12356,A, JP,4-12357,A, Japanese Patent 
Application No. No. 33229 [ three to ], Japanese Patent Application No. No. 230790 [ three to ], Japanese 
Patent Application No. No. 320438 [ three to ], Japanese Patent Application No. No. 25157 [ four to ], 
Japanese Patent Application No. No. 52732 [ four to ], Japanese Patent Application No. No. 103215 [ four 
to ], Japanese Patent Application No. No. 104542 [ four to ], A basis which showed above a part or ail of a 
phenolic OH radical of a polyhydroxy compound that was written in specifications, such as Japanese Patent 
Application No. No. 1 07885 [ four to 3, Japanese Patent Application No. No. 1 07889 [ four to ], and 4-1 521 95, 
-A compound which was combined with R °~COO-A° or B° group, and was protected is contained. 
[0131]Preferably JP,1-289946,A, JP,3-128959,A, JP,3-158855,A, JP,3-179353A JP,3-200251 ,A, 
JP,3-200252,A, JP.3-200255A JP.3-259149A JP,3-279958,A, JP,4~1 650.A, JP,4~11260,A, JP.4-12356A 
JP,4-12357,A, Japanese Patent Application No. No. 25157 [ four to ], A thing using Japanese Patent 
Application No. No. 103215 [ four to ], Japanese Patent Application No. No. 104542 [ four to ], Japanese 
Patent Application No. No. 107885 [ four to ], Japanese Patent Application No. No. 107889 [ four to ], and a 
polyhydroxy compound written in a specification of 4-152195 is mentioned. 
[0132]More specifically, a compound expressed with general formula [I] - [XVI] is mentioned. 
[0133] 

[Formula 61] 
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[0134] 

[Forrnuia 62] 




[0135]R 101 , R S02 , R 108 , R 130 : It may be the same or may differ, A hydrogen atom, -R0-COO-C (R 0! ) (R 02 ) (R 03 ), 
or -CO-O-C (R 01 ) (R 02 ) (R 03 ), However, a definition of R°, R 01 , R 02 , and R 03 is the same as the above. 
[0136]R i0 VCO~, -COO- -NHCONH- -NHCOO-. and - 0-, -S-, -SO- -S0 2 - and -S0 3 - or [0137] 
[Formula 63] 
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[0138]At ieast one side among R 150 and R 151 here at the time of G~ 2-6, however G- 2 An alkyl group, R 150 , 
R 151 : It may be the same or may differ, A hydrogen atom, an alkyl group, an alkoxy group, -OH, -COOH, -CN, 
A halogen atom, -R 152 -COOR 153 , or -R 1H -OH, R 152 , an R 1M :alkylene group, R 153 : A hydrogen atom, An alkyl 
group, an aryl group or an aralkyl group, R", R 103 - R' 07 , R' 09 , R 111 - R 118 , R 131 - R 134 : It may be the same, or 
may differ and A hydrogen atom, A hydroxyl group, an alkyl group, an alkoxy group, an acyl group, an acyloxy 
group, an aryl group, An aryloxy group, an aralkyl group, an aralkyloxy group, a halogen atom, a nitro group, a 
carboxyl group, a cyano group, or -N (R 155 ) (R 156 ) (R 155 , R 156 :H, an alkyl group, ** aryl group) 
R 110 : — a single bond and an alkylene group — or [0139] 
[Formula 64] 




[0140]R 157 , R 159 : It may be the same, or may differ and A single bond. An alkylene group, -O- -S-, -CO-, or 
a carboxyl group, R' 58 : A hydrogen atom, an alkyl group, an alkoxy group, an acyl group, An acyioxy group, an 
aryl group, a nitro group, a hydroxyl group, a cyano group or a carboxyl group, however a hydroxyl group may 
place and replace with an acidolysis nature group (for example, t-butoxy carbonylmethyl group, a 
tetrahydropyranyl group, a 1-ethoxy-1 -ethyl group, a 1-t-butoxy-1 -ethyl group). 

[0141]R 118 , R 120 : It may be the same, or may differ and A methylene group, A low-grade alkylation methylene 
group, a halo methylene group, or a halo alkylene group, . However, in this invention, a low-grade alkyl group 
refers to the alkyl group of the carbon numbers 1-4. A: A methylene group, a low-grade alkylation methylene 
group, a halo methylene group, or a halo alkylene group, a~v, g1-n1 :. The basis in a parenthesis may be the 
same or different at the time of plurality, a-q, s,t,v, gH1, k1~m1:0, or the integer of 1-5, The integer of r, u:0, 
or 1-4, j1, n1 : 0 or the integer of 1-3, (a+b). (e+f+g), (k+l+m), (q+r+s) (g1+h1+i1+j1), >-2, <=(j1+n1) 3 (r+u), 
<=4, (a+c), (b+d), (e+h), (f+i), (g+j), (k+n), (l+o), (m+p), (q+t), (second+v), ( g 1+k1), (H1-H1) (i1+m1), and <=5 are 
expressed. 
[0142] 

[Formula 65] 
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[0143] 

[Formula 66] 
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[0144] 

[Formula 67] 
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R U1 !'>* < t 2 o!±-0-R°-C00-C(R 01 ) G* 02 ) (R 03 ) S% L < t± 
-O-CO-O-C^XR^CR 03 ) «T'&5, *Sl£ 

In this case, the content of this lysis inhibition compound is 10 to 20 % of the weight more preferably five to 
30% of the weight three to 45% of the weight on the basis of the full weight (except for a solvent) of a 
photosensitive composition. 

[0145]In order to adjust alkali solubility, alkalis soluble resin which does not have a basis which may be 
decomposed from acid may be mixed. As such alkalis soluble resin, for example Novolak resin, hydrogenation 
novolak resin, Acetone pyrogallol resin, o-polyhydroxy styrene, m-polyhydroxy styrene, p-polyhydroxy 
styrene, hydrogenation polyhydroxy styrene, halogen, or aikylation polyhydroxy styrene, A hydroxystyrene 
N-substitution maleimide copolymer, o/p-, and a m/p-hydroxystyrene copolymer, a hydroxyl group of 
polyhydroxy styrene is received — O-alkyiation thing in part. (For example, 5 - 30~mol% of O-methylation 
thing) etc., or O-acylation things. Although (for example, 5 - 30-mo!% of o-acetylation thing), etc. styrene 
maleic anhydride copolymers, a styrene hydroxystyrene copolymer, a alpha-methylstyrene hydroxystyrene 
copolymer, carboxyl group content methacrylic system resin, and its derivative can be mentioned, It is not 
limited to these. Especially desirable alkalis soluble resin Novolak resin and o-polyhydroxy styrene, 
m-po!yhydroxy styrene, p-po!yhydroxy styrene, and these copolymers, a part of aikylation polyhydroxy 
styrene and polyhydroxy styrene — they are O-aikylation or O-acylation thing, a styrene hydroxystyrene 
copolymer, and a alpha-methylstyrene hydroxystyrene copolymer. This novolak resin is obtained by carrying 
out addition condensation to aldehyde under existence of an acid catalyst by using a predetermined 
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monomer as the main ingredients, 

[0146]As a predetermined monomer, phenol, m-cresol, p-cresol, Cresol, such as o-cresol, a 2,5-xylenol, 
3,5-xylenol, Xylenols, such as a 3,4-xyienol and a 2,3-xylenol. m-ethylphenol, p-ethylphenol, o-ethylpheno!, 
Alkylphenois, such as p-t-butylphenol, p-octyl phenol, and 2,3,5-tri methyl phenol, p-methoxy phenol, 
m-methoxy phenol, 3,5-dimethoxyphenol, 2-methoxy-4-methyl phenol, m-ethoxyphenol, p-ethoxyphenol, 
m-propoxyphenol, p-propoxyphenol, m-butoxyphenol, Screw alkylphenois, such as alkoxy phenols, such as 
p-butoxyphenol, and 2-methy!-4-isopropyl phenols, hydroxy aroma compounds, such as m-chlorophenol, 
p-chlorophenol, o-chbrophenol, dihydroxybiphenyl, bisphenol A, phenylphenol, resorcinol, and naphthol,, 
although two or more kinds can use it, being able to be independent or mixing, It is not limited to these. 
[0147]As aldehyde, for example Formaldehyde, paraformaldehyde, Acetaldehyde, propionaldehyde, 
benzaldehyde, phenylacetaldehyde, alpha-phenylpropyl aldehyde, beta-phenylpropyl aldehyde, 
O-hydroxybenzaidehyde, m-hydroxybenzaldehyde, p-hydroxybenzaldehyde, o-chlorobenzaldehyde, 
rrr~chlorobenzaldehyde, p-chlorobenzaldehyde, o-nitrobenzaldehyde, m-nitrobenzaldehyde, 
p-nitrobenzaldehyde, o-methylbenzaldehyde, m-methylbenzaldehyde, Although p-methylbenzaldehyde, 
p-ethy I benzaidehyde, p~n-butylbenzaldehyde, furfural, chloroacetaldehyde, and these acetai objects, for 
example, a chloroacetaldehyde diethyl acetai etc., can be used, In these, it is preferred to use formaldehyde. 
Such aldehyde is independent, or they are combined two or more kinds and used. As an acid catalyst, 
chloride, sulfuric acid, formic acid, acetic acid, oxalic acid, etc. can be used. 

[0148]ln this way, as for weight average molecular weight of obtained novolak resin, it is preferred that it is 
the range of 1000-30000. By less than 1000, if film decrease after development of an unexposed part 
exceeds 30000 greatly, developing velocity will become small. Ranges especially of a suitable thing are 
2000-20000. weight average molecular weight of said polyhydroxy styrene other than novolak resin and its 
derivative, and a copolymer 2000 or more — desirable — 5000-200000 — it is 10000-100000 more 
preferably. From a viewpoint of raising the heat resistance of a resist film, 25000 or more are preferred. 
Here, weight average molecular weight has a polystyrene reduced property of gel permeation 
chromatography, and is defined. Two or more kinds may use these alkalis soluble resin in this invention, 
mixing. As an addition in a constituent of these alkalis soluble resin in this invention, it is 5 to 30 % of the 
weight preferably. 

[0149]With a compound which generates acid by the exposure of active radiation (an electron beam, X-rays, 
or EUV) as an acid generator (b) used by this invention, even a compound which generates acid should just 
have a resist film containing an acid generator (b) by receiving an exposure of active radiation. That is, even 
if it is a compound which an acid generator receives an exposure directly and generates acid, it may be a 
compound which a secondary electron is emitted by exposure from constituents, such as resin, and 
generates acid by that cause. As such a compound used by this invention, A photoinitiator of optical 
cationic polymerization, a photoinitiator of an optical radical polymerization, an optical decolorizing agent of 
coloring matter, a publicly known light (400-200~nm ultraviolet rays and a far ultraviolet ray — preferably 
especially) currently used for optical alterant or micro resist It can be used out of compounds which 
generate acid by g line, h line, i line, KrF excimer laser light, ArF excimer laser light, X-rays, a molecular 
beam, or an ion beam, and those mixtures, choosing suitably. 

[0150]For example, diazonium salt, ammonium salt, phosphonium salt, iodonium salt, Onium salt, such as 
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sulfonium salt, a seleno NIUMU salt, and arsonium salt, A compound which is represented by an organic 
halogenated compound, an organic metal/organic haiogenated compound, an acid generator that has 
o— nitrobenzyl type protective group, imino sulfonate, etc. and which carries out a photolysis and generates 
sulfonic acid, and a dssulfon compound can be mentioned. 

[01 51]A basis which generates these acid, or a compound which introduced a compound into a main chain or 
a side chain of polymer can be used. 

[0152]Furthermore, V.N.R.Pillai, Synthesis, (1), 1 (1980), A. Abad etal, Tetrahedron Lett, (47) 4555 (1971), 
D.H.R. A compound which generates acid by light of a statement can also be used for Barton etal, 
J.Chem.Soc, (C), 329 (1970), U.S. Pat. No. 3,779,778, European patent No. 126,712, etc. 
[0153]ln this invention, a compound which generates sulfonic acid is preferably used as an acid generator 
(b) by exposure of active radiation shown by above-mentioned general formula (A-1) - (A~7). Hereafter, a 
compound shown by general formula (A-1) - (A~7) is explained in detail. 

. It can set to acid generator aforementioned general formula (A-1) - (A-3) shown by general formula (A-1) 
- (A-3). As an alkyl group of R, - R 6 and R 7 - R 10 , a thing of 1-4 carbon numbers like a methyl group, an ethyl 
group, a propyl group, n-butyl group, a sec-butyl group, and t-butyl group which may have a substituent is 
mentioned. As a cycloalkyl group, a thing of 3-8 carbon numbers like a cyclopropyl group, a cyclopentylic 
group, and a cyclohexyl group which may have a substituent is mentioned. As an alkoxy group, a thing of 1-4 
oarbon numbers like a methoxy group, an ethoxy basis, a hydroxyethoxy basis, a propoxy group, n-butoxy 
group, an isobutoxy group, a sec-butoxy group, and t-butoxy group is mentioned. As a halogen atom, a 
fluorine atom, a chlorine atom, a bromine atom, and iodine atom can be mentioned. A thing of 6-14 carbon 
numbers which may have a phenyl group, a tolyl group, a methoxypheny group, and a substituent like a 
naphthyl group as an aryl group is mentioned. 

[0154]An alkoxy group of 1-4 carbon numbers, a halogen atom (a fluorine atom, a chlorine atom, iodine 
atom), an aryl group of 6-10 carbon numbers, an alkenyl group of 2-6 carbon numbers, a cyano group, a 
hydroxy group, a carboxy group, an alkoxycarbonyl group, a nitro group, etc. are mentioned preferably as a 
substituent. Sulfonium and an iodonium compound which are expressed with general formula (A-1) - (A™ 3) 
used by this invention, Eight or more carbon numbers branched state or annular as the opposite anion and X 
~ , . E whether it has ten or more an alkyl group or at least one or more alkoxy groups preferably and ] . 
[ whether it has straight chain shape, an alkyl group of 4-7 branched state or annular carbon numbers, or at 
least two or more alkoxy groups, and ] . [ whether it has straight chain shape, an alkyl group of 1-3 branched 
state carbon numbers, or at least three alkoxy groups, and ] It has an anion of benzenesulfonic acid which 
has 1-5 halogen atoms, or has straight chain shape and an ester group of 1-10 branched state or annular 
carbon numbers, naphthalene sulfonic acid, or anthracene sulfonic acid. The diffusibility of acid 
(benzenesulfonic acid which has the above-mentioned group, naphthalene sulfonic acid, or anthracene 
sulfonic acid) which acts as an exposure late-coming student by this becomes small, and the solvent 
solubility of this sulfonium and an iodonium compound improves. From a viewpoint of reducing diffusibility 
especially, a branched state or annular alkyl group or the alkoxy group is more preferred than an alkyl group 
or an alkoxy group of straight chain shape as the above-mentioned group. When the number of the 
above-mentioned groups is one, a difference in straight chain shape, branched state, or annular diffusibility 
becomes more remarkable. 
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[0155]Eight or more carbon numbers, a desirable octyl group branched state or annular as an alkyl group of 
8-20 carbon numbers, a nony! group, a decyl group, an undecyl group, dodecyl, a tridecyi group, a tetradecyl 
group, an octadecyl group, etc. are mentioned. Eight or more carbon numbers, a desirable octyloxy group 
branched state or annular as an alkoxy group of 8-20 carbon numbers, a nonyloxy group, a decyloxy group, 
an undecyloxy group, a dodecyloxy group, a tridecyloxy group, a tetradecyloxy group, an octadecybxy group, 
etc. are mentioned. As an alkyl group of 4-7 carbon numbers, straight chain shape, a branched state or 
annular butyl group, a pentyl group, a hexyl group, a heptyl group, etc. are mentioned. As an alkoxy group of 
4~7 carbon numbers, straight chain shape, a branched state or annular butoxy group, a pentyioxy group, a 
hexyloxy group, a heptyloxy group, etc. are mentioned. As an alkyl group of 1-3 carbon numbers, a methyl 
group, an ethyl group, n-propyl group, and an isopropyl group are mentioned. As an alkoxy group of 1-3 
carbon numbers, a methoxy group, an ethoxy basis, n™propoxy group, and an isopropoxy group are 
mentioned. As a halogen atom, a fluorine atom, a chlorine atom, a bromine atom, and iodine atom can be 
mentioned, and it is a fluorine atom preferably. As ester of straight chain shape and 1-10 branched state or 
annular carbon numbers, A methyl ester group, an ethyl ester group, n-propyl ester group, i-propyl ester 
group, n-butylester group, i-butylester group, t-~butylester group, n-hexyl ester group, hhexyl ester group, 
t-hexyl ester group, n-heptyl ester group, i-heptyl ester group, t-heptyl ester group, n-octyl ester group, 
i-octyl ester group, t-octyl ester, n-nonyl ester group, i-nonyl ester group, t-nonyl ester group, n~deca nil 
ester group, i-deca nil ester group, t-deca nil ester, A cyclo propyl ester group, a cycio butylester group, a 
cyclopentyl ester group, a cyclohexyl ester group, a cycloheptyl ester group, a cyclooctyl ester group, a 
cyclononyl ester group, a cyclodeca nil ester group, etc. are mentioned. 

[0156]To aromatic sulfonic acid expressed with X ". In addition to the above-mentioned specific substituent, 
a halogen atom (a fluorine atom, a chlorine atom, a bromine atom, iodine atom), an aryl group of 6-10 carbon 
numbers, a cyano group, a sulfide group, a hydroxy group, a carboxy group, a nitro group, etc. may be 
contained as a substituent. 

[01 57] Although example [ of these compounds ] (A-1-1) - (A-1-66) - (A-2-1) (A-2-59) - (A-3-1) 

(A-3-35) are shown below, it is not limited to this. 

[0158] 

[Formula 68] 
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[Formula 77] 
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[Formula 78] 
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[Formula 79] 
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[0170] 

[Formula 80] 
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[Formula 81] 
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[Formula 82] 
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GW-17) (A _ 2 _ 18) CA* 
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[Formula 8 
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6*0 0*0 

(A-2-19) (A-2-20) 
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' " H 9 C *" 0 "{3~ S03 " "HA-O-^^-Spj- 
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[Formula 84] 
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OK3 H 3 C-0^)~I + -O-0-CH3 

(A-2-27) {A ~ 2 ~ 28) 
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0*-0 O'-O 

o o 
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0-C 4 H 9 n ■ 
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[Formula 85] 
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[Formula 8 
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[0177] 

[Formula 87] 
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[Formula 90] 
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p 
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[Formula 91] 
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[Formula 94] 
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[Formula 95] 
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[0186] 

[Formula 96] 

6 - 

0 °^ 



OCH3 

S€>, (A-3-34) 
OCH3 



[0187]As for n, a straight chain and s show among an example that the 3rd class and i of the 2nd class and 
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t are branching. The compound expressed with general formula (A-~1) - (A~3), For example, a corresponding 
Crsalt (compound which replaced a general formula (A-1) - (A-3) X "by CD, The compound expressed 
with X ~Y + (X is synonymous with a general formula (A-1) - (A~3) a case, and) Y* shows cations, such as hf, 
Na + , K + , NH4 + , and N(CH 3 ) 4 + . It is compoundable by carrying out salt exchange in solution. 
[0188]In a general formula (A-4), an acid generator general formula (A-4) shown by (A-5), and (A~5), An 
alkyl group in R„ - R 13 , R, 4 ~ R 16 , a cycloalkyl group, an alkoxy group, and the halogen atom can mention a 
thing of said R 1 - R 5 , and same thing as an example. R$ and X " are synonymous with the above. 
[0189]When I, m, and n are 2 or 3 respectively, a ring which consists of each 5-8 elements in 2 or three R,, 
- R 13 or R 14 - R 16 which two pieces combine with each other and contain a ring, heterocycle, or an aromatic 
ring may be formed. 

[01 90] Although an example (A-4-1) of a compound expressed with a general formula (A-4) below - 
(A-4-28) example (A-5-1) - (A-5-30) of a compound expressed with a general formula (A-5) are shown, it 
is not limited to this. 
[0191] 

[Formula 97] 
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[Formula 98] 
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[Formula 100] 
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[Formula 104] 
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[Formula 107] 
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[0203]As for n, a straight chain and s show among an example that the 3rd class and i of the 2nd class and 
t are branching. A general formula (A~4) and the compound expressed with (A-5), For example, a 
corresponding Clsalt (a general formula (A-4), the compound which replaced X "by CI" by (A-5)), the 
compound (X " — a general formula (A~4).) expressed with X " YThe case of (A~5), homonymy, and Y + show 
cations, such as H + , Na + , K*, NH 4 + , and N(CH3) 4 + . It is compoundable by carrying out salt exchange in solution. 
[0204]The straight chain of Y in the acid generator aforementioned general formula (A-6) expressed with a 
general formula (A— 6) and R 3 , - R 51 , As branching and an annular alkyl group, a methyi group, an ethyl group, 
a propyl group, an isopropyl group, Annular alkyl groups, such as the straight chain of 1-20 carbon numbers 
or branched alkyl group and cyclopropyl group like n-butyl group, a sec-butyl group, t-butyi group, a hexyl 
group, and an octyl group, a cyclopentylic group, or a cyclohexyl group, are mentioned. As a desirable 
substituent of an alkyl group, an alkoxy group, an acyl group, an acyloxy group, a chlorine atom, a bromine 
atom, iodine atoms, etc. are mentioned. 

[0205] An aralkyl group of 7-1 2 carbon numbers like benzyl or a phenethyl group as an aralkyl group of Y is 
mentioned. As a desirable substituent of an aralkyl group, a lower alkoxy group of a low-grade alkyl group of 
the carbon numbers 1-4 and the carbon numbers 1-4, a nitro group, an acetylamino group, a halogen atom, 
etc. are mentioned. 

[0206]As an alkoxy group of R 31 - R 51 , a methoxy group. An ethoxy basis, a propoxy group, an isopropoxy 
group, n-butoxy group, an isobutoxy group, An alkoxy group which has substituents, such as an alkoxy group 
of 1-20 carbon numbers like a sec-butoxy group, t-butoxy group, an octyloxy group, and a dodecyloxy group 
or an ethoxyethoxy basis, is mentioned. An acetyl group, a propionyl group, benzoyl, etc. are mentioned as 
an acyl group. As an acylamino group, an acetylamino group, a propionylamino group, a benzoylamino group, 
etc. are mentioned. A benzenesuiphonyl amino group which is not replaced [ substitution like sulfonylamino 
groups of 1-4 carbon numbers, such as a methanesuifonylamino group and an ethane sulfonylamino group, 
and p-toluenesulfonyl amino group as a sulfonylamino group or ] is raised. As an aryl group, a phenyl group, 
a tolyl group, a naphthyl group, etc. are mentioned. As an alkoxycarbonyl group, an alkoxycarbonyl group of 
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2-20 carbon numbers, such as a methoxycarbonyl group, an ethoxycarbonyl group, an ethoxyethoxycarbonyl 
group, an octyloxy carbonyl group, and a dodecyloxy carbonyl group, is raised. 
[O207]An acyloxy group of 2-20 carbon numbers like an acetoxy group, a propanoyloxy group, an 
octanoyloxy group, and a benzoyfoxy group as an acyloxy group is raised. As an aralkyl group, an aralkyl 
group of 7-15 carbon numbers of substitution or a non-substituted benzyl group, substitution, or an 
unreplaced phenethyl group is raised. The same thing as what was raised above as a desirable substituent of 
an aralkyl group is raised. 

[0208]In R 31 - R 51 , R 31 - R 36 , R 36 - R 42 and R 43 - R 51 form five to 8 membered-nng which two of each groups 
join together and consists of carbon and/or a hetero atom, and their potato is good. As such five to 8 
membered-ring, cyclohexane, pyridine, a franc, or pyrrolidine is raised, for example. X and Y may combine 
with residue of another imide sulfonate compound, and may form a dimer and a trimer. As another imide 
sulfonate, it is a compound expressed with a general formula (A~6), and what became a univalent basis of X 
or Y by the way is raised. 

[0209]As an alkylene group of X, an annular alkylene group of a monocycle which may contain a straight 
chain, an alkylene group of 1-10 carbon numbers of branching, or a hetero atom, or many rings is mentioned. 
As a straight chain or an alkylene group of branching, a methylene group, ethylene, a propylene group, or an 
octylene group is raised. As a desirable substituent of an alkylene group, an alkoxy group, an acyj group, a 
formyl group, a nitro group, the acylamino group, a sulfonylamino group, a halogen atom, an aryl group, and 
an alkoxycarbonyl group are mentioned. An alkoxy group, an acy! group, a nitro group, the acylamino group, a 
sulfonylamino group, an aryl group, and an alkoxycarbonyl group quoted here are synonymous with a thing 
quoted by R 31 - R M . As a halogen atom, a fluorine atom, a chlorine atom, a bromine atom, and iodine atoms 
can be mentioned. 

[0210]As an annular alkylene group, they are a monocycle cyclo alkylene group of 4™8 carbon numbers of a 
cyclopentylene group, a cyclohexylene group, etc., and 7-oxabicyclo. [2.2.1 ]A poiycyclic cyclo alkylene 
group of 5~15 carbon numbers of a heptylene group etc. is mentioned, and as a desirable substituent of a 
cyclo alkylene group, An alkyl group of 1-4 carbon numbers, an alkoxy group, an acyl group, a formyl group, 
a nitro group, the acylamino group, a sulfonylamino group, a halogen atom, an aryl group, and an 
alkoxycarbonyl group are mentioned. An alkoxy group, an acyl group, a nitro group, the acylamino group, a 
sulfonylamino group, an aryl group, and an alkoxycarbonyl group quoted here are synonymous with a thing 
quoted by R 31 - R S1 . As a halogen atom, a fluorine atom, a chlorine atom, a bromine atom, and iodine atoms 
can be mentioned. 

[021 1]A phenylene group, a naphthylene group, etc. are mentioned as an allylene group. As a desirable 
substituent of an allylene group, an alkyl group, a cycloalkyl group, an alkoxy group, an acyl group, a formyl 
group, a nitro group, the acylamino group, a sulfonylamino group, a halogen atom, an aryl group, and an 
alkoxycarbonyl group are mentioned. An alkyl group quoted here, a cycloalkyl group, an alkoxy group, an acyl 
group, a formyl group, a nitro group, the acylamino group, a sulfonylamino group, an aryl group, and an 
alkoxycarbonyl group are synonymous with a thing quoted by R 31 - R 5! . As a halogen atom, a fluorine atom, a 
chlorine atom, a bromine atom, and iodine atoms can be mentioned. 

[0212]As an alkenylene group, an alkenylene group of 2-4 carbon numbers is raised, An ethenylene group, a 
butenylene group, etc. are mentioned and as a desirable substituent of an alkenylene group For example, an 
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alkyl group, A cycloalkyl group, an alkoxy group, an acyi group, a formyl group, a nitro group, the acylamino 
group, a sulfonylamino group, a haiogen atom, an aryl group, and an alkoxy carbonyl group are mentioned. An 
alkyl group quoted here, a cycloalkyl group, an alkoxy group, an acyl group, a formyl group, a nitro group, the 
acylamino group, a sulfonylamino group, an ary! group, and an alkoxycarbonyl group are synonymous with a 
thing quoted by R 31 - R 61 . As a halogen atom, a fluorine atom, a chlorine atom, a bromine atom, and iodine 
atoms can be mentioned. As an annular alkenylene group, they are a monocycle cyclo alkenylene group of 
4-8 carbon numbers of a cyclopentenylene group, a cyclohexenylene group, etc., and 7-oxabicyclo. [2.2.1]A 
polycyclic cyclo alkenylene group of 5-15 carbon numbers of a heptenyfene group, a NORUBORUNENIREN 
group, etc. is mentioned. A substituent which a tolylene group, a xylylene group, etc. were mentioned and 
was mentioned by an allylene group as the substituent as an aralkylene group can be raised. Although 
example (A-6-1) - (A-6-49) of a compound expressed with these general formulas (A-6) below is shown, it 
is not limited to this. 
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[Formula 109] 
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[Formula 110] 
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[Formula 116] 



104 



o 
o 

CA-6-37) 
0 

(A-6-38) 




CA-B-40} 

[0221] 

[Formula 117] 



JP 2002-323768 



105 



JP 2002-323768 



(A-6-42) 

0 

Q^n-o S02 hQ-ch 3 



OMc 

MeO 



(A-6-43) (A-B-44> 

0 COOCH, 0 OC^ 

(A-&-45) <A~&~46) 

O (A-5-47) 

0 c 

° (A-6-48), C 



C00C<H 9 



(A-6-49) 

[0222]The compound expressed with a general formula (A-6) G.F.Jaubert work, Ber .. Work, such as the 
method of 28,360 (1895), and D.E.Ames, J. Chem.Soc .. Work, such as the method of 3518 (1 955), or 
M.A.Stolberg, J, Am. Chem.Soc .. In accordance with the method of 79-2615 (1957), etc., the N-hydroxy 
imide compound and sulfonic acidchloride which were compounded Under a basic condition. For example, 
work, such as LBauer, J.Org.Chem .. It is possible to compound in accordance with the method of 24-1294 
(1959). 

[0223]Among the acid generator general formula (A-7) expressed with a general formula (A-7), Ar, and Ar 2 
are the same or different, and show the aryl group which is not replaced [ substitution or]. Here, as an aryl 
group, a phenyl group, a tolyl group, a naphthyl group, etc. are mentioned. As a substituent of an aryl group, 
an alkyl group, a cycloalkyl group, an alkoxy group, an acyl group, a formyl group, a nitro group, the acylamino 
group, a sulfonylamino group, a halogen atom, an aryl group, and an alkoxycarbonyl group are mentioned. The 
alkyl group quoted here, a cycloalkyl group, an alkoxy group, an acyl group, a formyl group, a nitro group, the 
acylamino group, the sulfonylamino group, the aryl group, and the alkoxycarbonyl group are synonymous with 
the thing quoted by the above-mentioned R 3! - R 51 . As a halogen atom, a fluorine atom, a chlorine atom, a 
bromine atom, and iodine atoms can be mentioned. Although compound (A-7-1) - (A-7- 14) shown below as 
an example of an acid generator expressed with a general formula (A-7) is mentioned, it is not limited to 
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these. 
[0224] 

[Formula 1 1 8] 



(A-7-1) 

HsC-^^-SQs-SOa-^^-CHg 
CA-T-2) 

(A-7-3) 

HgC _^^-S0 2 -SO z -^)-CT 
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[Formula 119] 
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S0 2 -S0 2 -^^~OCH 3 



ci """^^" s02 ~ s02 ~O~ 0CH3 



H3C, 



HC~^^-SO 2 -S0 2 ~^^ 
H 3 C 



CA-7-12) 
F F p F 

F F F F 

(A-7-13) 



[0226]As composition of the acid generator expressed with the above-mentioned general formula (A-7), G . 
See . DENSA .junior . work "journal OBU ORUGA nick chemistry" (G. — C. Denser and Jr. work.) "Journal 
of Organic Chemistry" 31, 3418-3419 (1966) The method of a statement, TE . Py . leech DOITCHI work 
"journal OBUZA chemical SOSAIATI" (T. P. Hilditch work "Journal of the Che mi cal Society") 93, 
1524-1527 (1908) The method of a statement or the Ore . Hinds Belc work "BERIHITE DEADOI chain 
HEMISHIE gesellschaft" (0. Hinsberg work.) "Berichte der DeutschenChemischen Gesellschaft" In 
accordance with the method of 49, 2593 - 2594 (1918) statement, etc., it is compoundable. Namely, the 
method of compounding from the sulfinic acid shown by a general formula (a) in sulfuric acid solution using 
cobalt sulfate, The method of compounding the sulfonic acidchloride shown by the sulfinic acid shown by a 
general formula (a) and a general formula (b), etc. are mentioned using ethyl xanthogenate under the method 
of compounding from the sulfonic acidchloride shown by a general formula (b), or a basic condition. 
Ar ~S0 2 H (a) 
Ar 2 -S0 2 CI (b) 

(Here, A^ and Ar 2 are the same meanings as what was defined by general formula (A-7).) 
[0227]In this invention, an acid generator expressed with general formula (A-1) - (A-5) among acid 
generators expressed with above-mentioned general formula (A-1) - (A-7) is preferred, and it is an acid 
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generator more preferably expressed with general formula (A-1) - (A~~4). Thereby, resolution and sensitivity 
come to be further excellent. In this invention, as for a content in a constituent of an acid generator 
(compound preferably expressed with general formula (A~1) - (A-7)), 0.1 to 25 % of the weight is preferred 
to solid content of all the constituents, and it is 2 to 10 % of the weight still more preferably one to 15% of 
the weight more preferably. 

[0228]It has a preferred acid generator (b) that it is also the compound a which generates fluoride content 
sulfonic acid by the exposure of active radiation. 

[0229][a]As the compound a, iodonium salt expressed with the following general formula (PAG3) or 

sulfonium sait expressed with a general formula (PAG4) can be mentioned, for example. 

[0230] 

[Formula 120] 

Ar* n « 

(PAG3) (PAG4) 



[0231 lAr 1 and Ar 2 show respectively the aryl group which is not replaced [ substitution or ] independently 
among a formula. R 203 , R 2M , and R 205 show respectively the alkyl group which is not replaced [ substitution 
or] and an aryl group independently. Z" shows the sulfonate anion which has at least one fluorine atom. Two 
and Ar 1 of R 203 , R 204 , and the R 205 , and Ar z may be combined via each single bond or substituent. 
[0232]It is an alkyl group of the carbon numbers 1-8 preferably [ it is desirable and / as the aryl group of the 
carbon numbers 6-14, and an alkyl group ] as an aryl group as Ar 1 , Ar 2 , R z03 , R 204 , and R 205 . As a desirable 
substituent, to an aryl group, the alkoxy group of the carbon numbers 1-8, The alkyl group of the carbon 
numbers 1~8, the alkoxycarbonyl group of the carbon numbers 2~9, The alkyl carbonylamino group of the 
carbon numbers 2-9, a nitro group, a carboxyl group, It is a hydroxy group, a halogen atom, and a phenylthio 
group, and the alkoxy group of the carbon numbers 1-8, the aryl group of the carbon numbers 5-14, the 
arylcarbonyl group of the carbon numbers 6-15, a carboxyl group, and a halogen atom can be mentioned to 
an alkyl group, 

[0233]As a sulfonate anion of Z", aliphatic hydrocarbon of the carbon numbers 1-20 and aromatic 
hydrocarbon of the carbon numbers 5-20 which have at feast one fluorine atom can be mentioned 
preferably. These may have a substituent and as a substituent, For example, an alkoxy group in which the 
carbon numbers 1-10 may be carrying out fluoride substitution, an alkoxycarbonyl group in which the carbon 
numbers 2-1 1 may be carrying out fluoride substitution, a phenylamino group, a phenytcarbonyl group, a 
halogen atom, and a hydroxyl group can be mentioned. To aromatic hydrocarbon, an alkyl group of the 
carbon numbers 1-15 can be mentioned further. 
[0234]Although an example is given to below, it is not limited to these. 
[0235] 

[Formula 121] 
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0-(n)C 8 H 17 CF 3 CF 2 S0 3 " 



NHCO(CH z ) 5 CH 3 CF 3 (CF 2 ) 3 S0 3 ~ Of I -23) 
ThQ)-NHCO(CH z ) 8 CH 3 CF 3 {CF 2 ) 7 S0 3 ~ (VI-24) 

CF^CH 2 CH(CH 3 )S0 3 ~ 



/-K»T 



[0238] 

[Formula 124] 



CF 3 CH 2 CH(CF3)S03" 



(¥1-25) 
(VI-26) 



(VI -2 7) 



C^{CF 2 ) 7 S0 3 " (VI -28) 
+ CF 3 <CF 2 ) 2 a(CF 2 > 2 S0 3 ~ 
+ CF 3 (CF 2 ) 2 OCF(CF 3 )S0 3 " 

+ F[CF(Ch^)CF 2 0] 2 CF(CF 3 )S0 3 " (VI -31) 

+ FtCF(CF 3 )CF 2 0]2CF(CF3)S03" (VI-32) 



(VI -29) 



{VI -J 
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F 




[0240] 

[Formula 126] 
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(VI i-20) 



(VI 1-23} 



[0241] 

[Formula 127] 
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'_|_hQ^__ s+ CF3(CF2)aSOg - (VI! „ 35) 



[0243] 

[Formula 129] 
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[0245] 

[Formula 131] 
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S* C F 3 (CH 2 ) 2 S0 3 ~ <Vi M9) 

■S + CF 3 CH 2 CH(CH3)S0 3 " (¥11-50) 

Q* CF 3 CH 2 CH(CF 3 }S0 3 ~ (VI 1-51) 

-a + cHafCFsjrSOa" (vn-52) 

-S + CF 3 (CF2) 2 0(CF2) 2 S0 3 " WII-53) 

- g * CF 3 (CF 2 )20CF(GF3)S03" (VH-54) 

-S* F[CF(CH3)CF 2 0] 2 CF(CF 3 )S0 3 " (VI 1-55) 

S* F[CF(CF 3 )CF 2 0} 2 CF(CF 3 )SO 3 ~ (VI 1-56) 



[0246]When using the compound a, the thing of the compound which generates the sulfonic acid which does 
not contain a fluorine atom by the exposure of active radiation, or the compound which generates carboxylic 
acid by the exposure of active radiation for which either is used together at least is preferred, 
[0247][b]Using together with the compound a as a compound (compound b) which generates the sulfonic 
acid which does not contain a fluorine atom by the exposure of desirable active radiation, For example, in a 
previous general formula (PAG3) and (PAG4), the iodonium salt and sulfonium salt which are the sulfonate 
anions in which Zdoes not have a fluorine atom can be mentioned. 

[0248]Although a compound shown below as an example is mentioned, it is not limited to these. 
[0249] 

[Formula 132] 
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C,jF% (FAG3-1) C «H, <PAG3-£) 

Q 

^ c "^^ f M^~ c ^ S l^) www) 

WC^rt-^-l^-Q-WOpH,, O (PA03-10) 
H,CO-/ V-OCH 3 



[0250] 

[Formula 133] 

CPAC3-13) 



IOC COOCH a V=/ 



K3CDOC COOCH3 
CI C[, 

(PAG3-14) 



(PAG3-I8) 



[0251] 

[Formula 134] 



[0252] 

[Formula 135] 

(PAG3-ZS> 



j-l CH 3 (CH s ) 7 S0 3 ~ 



(Am-' 
(Am? 

iA~@))f CH 3 (CH 2 ) 10 SO 3 - 
( < \Q^T' + CH >< CH *>« S0 3~ 

( @Hr ,+ ch3(ch2)isS ° 3 " 



[0253] 

[Formula 136] 



(PAB4-12) c 4 H,-^ 



[0254] 

[Formula 137] 
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HO- 



CPAU4— 20 ) 



C-CHj— S ( 
(PAG4-22) 



(FAG4-24) 

(PJJ54-25) 

[0255] 

[Formula 138] 

(OH 

\ /3 (PAG4-28) 



-~CH S CI 
(PAG4-30) 



Of-< 

(PA 

(O):* o— 8 



[0256] 

[Formula 1 39] 
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<©> @ 

CH 3 (CH 2 ) 1D S0 3 _ CHaCCHifciSOf 

(PAG4-38) 

CH 3 {CH 2 ) 14 S0 3 - CH 3 (CH 2 ) 18 S0 3 

(PAG4-39) _ 



[0257]The imino sulfonate derivative expressed with the disulfon derivative or general formula (PAG6) 

expressed with a following general formula (PAG5) can be mentioned. 

[0258] 

[Formula 140] 



Ar 3 -SO 2 -S0 2 -Ar 4 R »e~ S02 _ 0 „ N ^\ A 



[0259]Ar 3 and Ar 4 show respectively the aryl group which is not replaced [ substitution or ] independently 
among a formula. R 206 shows the alkyl group which is not replaced [ substitution or ] and an aryl group. A 
shows the alkylene group which is not replaced [ substitution or ], an alkenylene group, and an allyiene group. 
[0260]Although a compound shown below as an example is mentioned, it is not limited to these. 
[0261] 

[Formula 141] 
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[0262] 

[Formula 142] 



N-O-SOj- 
(PA86-1) 



<o cxj 



,N-o-sOj-^^~a 

(PAQ6-2) 



' (PAfiS-6) 



(PAGS-T) 



-S0 2 -(CHj), 3 -CM 3 



J-O-SOj— CjRj 
5 (PAG6-10) 



N~0-SOj-< 
(PAS5-I2) 
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[0263] 

[Formula 143] 




[0264] 

[Formula 144] 




(PAGB-22) 



[0265]The diazodisulfon derivative expressed with a following general formula (PAG7) can be mentioned. 
[0266] 

[Formula 145] 



[0267]R expresses among a formula a straight chain, branching, an annular alkyl group, or the aryl group that 
may be replaced. 

[0268]Afthough the compound shown below as an example is mentioned, it is not limited to these. 
[0269] 

[Formula 146] 



R-S- 



.g U_g_ 



' S — R 



O 



o 



(PAG7) 
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O 0 

o o 

r~\°_jt_°/~\ 

O-H-rO < 

o o 
o o 
o o 



(PA67-1) 



(PAG7-3) 



(PA57-5) 



(PAG7-2) 



(PAG7-4) 



[0270]Above[a]lt reaches. The compound explained by [b] can make aromatic compounds able to react 
using a periodate, and can compound obtained iodonium salt by carrying out salt exchange to corresponding 
sulfonic acid, A phenylsulfoxide which is not replaced [ aryl Grignard reagents, such as aryl 
magnesiumbromide, substitution, or ] is made to react, and obtained triarylsulfonium halide can be 
compounded by a method of carrying out salt exchange with corresponding sulfonic acid. A phenylsulfoxide 
which is not replaced [ substitution or ] and corresponding aromatic compounds using acid catalysts, such 
as methanesulfonic acid / diphosphorus pentaoxide, or an aluminium chloride, condensation, A method and 
diaryliodonium salt which carry out salt exchange, and a diaryl sulfide are compoundable by condensation, a 
method of carrying out salt exchange, etc. using a catalyst of copper acetate etc. Once leading salt 
exchange to a halide salt, it can carry out salt exchange also of also using a method of using silver reagents, 
such as silver oxide, and changing into a sulfonate, or ion-exchange resin. Sulfonic acid or a sulfonate used 
for salt exchange can be obtained by hydrolysis of commercial sulfonic acid halide, etc., using a commercial 



[0271]The compound d which generates the compound c and fluoride content carboxylic acid which 
generate fluoride non-containing carboxylic acid as a compound which generates carboxylic acid by the 
exposure of active radiation with preferred using together with the compound a can be mentioned. 
[0272][c]As the compound c which generates fluoride non-containing carboxylic acid by the exposure of 
active radiation with preferred using together with the compound a, a compound shown by a following 
general formula (AI Artificial Intelligence) - (AV) can be mentioned, for example. 



thing. 



[0273] 

[Formula 147] 
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[0274]In the above-mentioned formula, R 301 - R 337 express a hydrogen atom, a straight chain, branching or 
an annular alkyl group, a straight chain, branching or an annular alkoxy group, a hydroxy group, a halogen 
atom, or a ~S-R 0 group independently respectively. R 0 expresses a straight chain, branching, an annular alkyl 
group, or an aryl group, Ra and Rb express the alkyl group and alkoxy group which may have a hydrogen 
atom, a nitro group, a halogen atom, and a substituent independently respectively. Rc and Rd express the 
alkyl group or aryl group which may have a halogen atom and a substituent independently respectively. Rc 
and Rd may join together and cyclic hydrocarbon (the oxygen atom and the nitrogen atom may be included 
in endocyclic [ of these ]) of an aromatic ring, a monocycle, or many rings may be formed. Y, and Y 2 may 
express a carbon atom and a single bond or a double bond may be sufficient as Y,-Y 2 combination. The 
above-mentioned X "expresses that from which the carboxylic acid compound shown with a following 
formula became an anion. X , and X z express that from which the carboxylic acid compound shown with a 
following formula became an ester group by a part for a carboxy! base independently respectively. 
[0275] 

[Formula 1 48] 
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? 

R338 — c— 0H ( C1 ) 



HO — C R 339 C~ OH (C2) 



3a — C R 339 — C—OH {C3) 



9 ? 5? 

R 3 3 8 "^C— R 339 — C R 339 C OH 



(R 3 38)^=^ 
( R 340) „ 



[0276] 

[Formula 149] 
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[0277]The inside of the above-mentioned formula and R 338 are the straight chain shape of the carbon 
numbers 1-30, and a branched state or annular alkyl group (here). Even if the oxygen atom and the nitrogen 
atom are included in the chain of an alkyl group, the good straight chain shape of the carbon numbers 1-20, 
A branched state or annular alkenyl group, the straight chain shape of the carbon numbers 1-20, a branched 
state or annular alkynyl group, The straight chain shape of the carbon numbers 1-20, a branched state or 
annular alkoxyl group, the basis by which at least some hydrogen atoms of said alkyl group were replaced 
with the halogen atom and/or the hydroxyl group, At least some hydrogen atoms of said alkenyl group show 
the substitution or the unsubstituted aryl group of the basis replaced with the halogen atom and/or the 
hydroxyl group, or the carbon numbers 6-20. Here, as a substituent of an aryl group, an alkyl group, a nitro 
group, a hydroxyl group, an alkoxy group, an acyl group, an alkoxycarbonyl group, and a halogen atom can be 
mentioned. 

[0278]R 339 is a single bond or straight chain shape of the carbon numbers 1-20, and a branched state or 
annular alkylene group (here). Even if an oxygen atom and a nitrogen atom are included in a chain of an 
alkylene group, good straight chain shape of the carbon numbers 1-20, A branched state or annular 
alkenylene group, a basis by which at least some hydrogen atoms of said alkylene group were replaced with 
a halogen atom and/or a hydroxyl group, At least some hydrogen atoms of said alkenylene group show a 
basis replaced with a halogen atom, or an ARUKOKI alkylene group of the carbon numbers 2-20, and two or 
more R 338 and R 339 may be the same to mutual, or may differ from each other in it. 

[0279] R 340 shows a hydroxyl group or a halogen atom, may be the same to mutual, or may differ. [ of two or 
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more R 340 ] Respectively, independently, m, n, p, and q are the integers of 0-3, and are m+n<=5 and p+q<=5. 
z is 0 or 1. 

[0280]As a straight chain in R 301 in said general formula (A.I. Artificial Intelligence) - (AV) - R 337 , Ra, Rb, Rc, 
Rd, and R 0 , and a branched alkyl group, A thing of 1-4 carbon numbers like a methyl group, an ethyl group, a 
propyl group, n-butyl group, a sec-butyl group, and t-butyl group which may have a substituent is mentioned. 
As an annular alkyl group, a thing of 3-8 carbon numbers like a cyclopropyl group, a cyctopentylic group, and 
a cyclohexyl group which may have a substituent is mentioned. As an alkoxy group of R 301 - R 337 , Ra, and Rb, 
a thing of 1-4 carbon numbers like a methoxy group, an ethoxy basis, a hydroxyethoxy basis, a propoxy 
group, n-butoxy group, an isobutoxy group, a sec-butoxy group, and t-butoxy group is mentioned. As a 
halogen atom of R 30 , - R 337 , Ra, Rb, Rc, and Rd, a fluorine atom, a chlorine atom, a bromine atom, and iodine 
atom can be mentioned. A thing of 6-14 carbon numbers which may have a phenyl group, a tolyl group, a 
methoxypheny group, and a substituent like a naphthyl group as an aryl group of R 0 , Rc, and Rd is mentioned. 
Preferably as these substituents An alkoxy group of 1-4 carbon numbers, A halogen atom (a fluorine atom, 
a chlorine atom, iodine atom), an aryl group of 6-10 carbon numbers, an alkenyl group of 2-6 carbon 
numbers, a cyano group, a hydroxy group, a carboxy group, an alkoxycarbonyl group, a nitro group, etc. are 
mentioned. 

[0281]As cyclic hydrocarbon (an oxygen atom and a nitrogen atom may be included in endocyclic [ of 
these ]) of an aromatic ring and a monocycle which Rc and Rd combine and form, or many rings, benzene 
structure, naphthalene structure, cyclohexane structure, norbornene structure, oxabicyclo structure, etc. 
are mentioned. 

[0282]Sulfonium and an iodonium compound which are expressed with a general formula (A.I. Artificial 
Intelligence) used by this invention - (AIH), As the X for anion a carboxyl group (-COOH) of at least one 
sort of compounds contains a thing used as an anion (-COO) among carboxylic acid compounds shown by 
above-mentioned formula (C1) - (C10). A compound expressed with general formula (AIV) used by this 
invention - (AV), A carboxyl group (-COOH) of at least one sort of compounds contains a substituent used 
as an ester group (-COO-) as substituent X , and X 2 among carboxylic acid compounds shown by 
above-mentioned formula (C1) - (C10). 

[0283]As straight chain shape of the carbon numbers 1-30 in R 33S , and a branched state or annular alkyl 
group (here, an oxygen atom and a nitrogen atom may be included in a chain of an alkyl group), Methyl, ethyl, 
propyl, butyl, pentyl, hexyl, cyclohexyl, dodecyl, 1 -ethoxyethyl, adamanthyl, etc. are mentioned. Ethenyl, 
propenyl, isopropenyl, a cyclohexene, etc. are mentioned as straight chain shape of the carbon numbers 
1-20, and a branched state or annular alkenyl group. Acetylene, propenylene, etc. are mentioned as straight 
chain shape of the carbon numbers 1 -20, and a branched state or annular alkynyl group. As straight chain 
shape of the carbon numbers 1-20, and a branched state or annular alkoxy group, methoxy and ethoxy ** 
propyloxy, butoxy, cyclohexyloxy, isobutoxy, dodecyloxy, etc. are mentioned. Phenyl, naphthyl, anthranil, etc. 
are mentioned as substitution or an unsubstituted aryl group of the carbon numbers 6-20. As a substituent 
of an aryl group, an alkyl group, a nitro group, a hydroxy! group, an alkoxy group, an acyl group, an 
alkoxycarbonyl group, and a halogen atom can be mentioned. 

[0284]If it is considered as straight chain shape of the carbon numbers 1-20 in R 339 , and a branched state or 
annular alkylene group (here, an oxygen atom and a nitrogen atom may be included in a chain of an alkylene 
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group), Methylene, ethylene, propylene, butylene, isobutylene, ethoxyethyiene, cyclohexylene, etc. are 
mentioned, Vinylene, allylene, etc. are mentioned as straight chain shape of the carbon numbers 1-20, and a 
branched state or annular afkenylene group. 

[0285]Although an example is shown, this invention is not limited to these. 
[0286] 

[Formula 150] 

(/+€% (/+£>}«+ o s! ^coo- 

(1-3) (L4) 

( '" 5) < M > 
(1-7) 

coo- 

(1-9) (M0) 

(/+0)j* C ^ 8 COO- O-COO- 
(Ml) (M2) 

(M3) (]-14) 

(0)" a ,+ CH * CO °- (O)"^ -Q-CHaCOO- 
(E-l 5 ) (1-16) 

[0287] 

[Formula 151] 
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<Q}s + CH 3 COO- (0^ S+ c Ha( CH 2>3COO- 
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(11-1) CH-2) 

>}s + (>c( 



-coo. - "~ - ^ c0 °- 



<n-3) 



(IW) 



Off c^-Qhcoo- (<Q}s* M6O h0^coo- 
(n-io) 



>)-S+ CHaCHCOHjCOO- ( <Q^S + O z N-Q~COO- 



[0288] 

[Formula 152] 
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(11-31) (I" 2 ) 



[0289] 

[Formula 153] 
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(H-33) 01-**) 

Wtr S3™ (+a.- O* 

(IMS) (\hSft) 

(-^-0)* , CHsOOa (-hO)g S+ CH s (CHj),COO- 

(11-37) (11-38) 

(+0}f «*hq-»*°» (40)r OC 

(11-39) C" 40 ) 
Q <P 

\J (11-41) (il-42) 

o o 



(fi-47) (M-48) 



[0290] 

[Formula 154] 
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° (IV-1) 0 (IV-2) 



o o 

(IV-3) (fV-4) 




(V-4) 



[0291]The compound expressed with the above-mentioned photo-oxide generating agent (A.I. Artificial 
Intelligence), i.e., a general formula, a general formula (All), and a general formula (AIII), United States patent 
3rd, 734, On the No. 928 specifications. The method of a statement, Macromolecules, vol. 10, 1307(1977), 
Journal of Organic Chemistry, vol.55, 4222(1990), J. Radiat Curing, vol. 5. It is compoundable by exchanging 
counteranion for (1) and 2 (1978) using the method of a statement, etc. The compound expressed with a 
general formula (AIV) and a general formula (AV) makes a carboxylic acid chloride react to an N-hydroxy 
imide compound on basic conditions, or is obtained by making a carboxylic acid chloride react to nitrobenzyl 
alcohol under a basic condition. 

[0292] [d] Next, the compound d which generates fluoride content carboxylic acid by the exposure of active 
radiation with preferred using together with the compound a is explained. 

[0293]As fluoride content carboxylic acid, aliphatic carboxylic acid and aromatic fellows carboxylic acid by 
which fluoride substitution was carried out can be mentioned, for example. As aliphatic carboxylic acid by 
which fluoride substitution was carried out, Acetic acid, propionic acid, n-butanoic acid, isobutyric acid, 
vaieric acid, trimethylacetic acid, A fluoride substitution thing of aliphatic carboxylic acid, such as caproic 
acid, heptanoic acid, caprylic acid, pelargonic acid, capric acid, lauryl acid, myristic acid, pulmitic acid, 
stearic acid, undecanoic acid, dodecanoic acid, and tridecanoic acid, is mentioned. These may have a 

136 



JP 2002-323768 

hydroxyl group, an alkoxy group, and a halogen atom as a substituent What contains connecting groups, 
such as an oxygen atom, a sulfur atom, a carbonyl group, a carboxyl group, and a suifonyl group, in the 
aliphatic series chain is preferred. What is expressed with the following general formula as desirable aliphatic 
carboxylic acid by which fluoride substitution was carried out can be mentioned. 

L expresses a hydrogen atom or a fluorine atom among an l_-(CH 2 ) p(CF 2 ) q(CH 2 ) r-COOH general formula, 
p and r express an integer of 0-15, and q expresses an integer of 1-15 independently respectively. A 
hydrogen atom or a fluorine atom of an alkyl chain in this general formula may be replaced by an alkyl group 
(preferably carbon numbers 1-5) which may be replaced with a fluorine atom, an alkoxy group (preferably 
carbon numbers 1-5) which may be replaced with a fluorine atom, or hydroxyl group. It is preferred that the 
carbon number is a fluoride substitution thing of 2-20, and saturated-fat fellows carboxylic acid that is 4-20 
more preferably preferably as aliphatic carboxylic acid by which fluoride substitution was carried out 
[ above-mentioned ]. By considering it as this carbon number with four or more pieces, the diffusibility of 
carboxylic acid resolvability to generate falls and line width change by temporality from exposure to 
afterbaking can be controlled more. Especially, a fluoride substitution thing of a straight chain of 4-18 
carbon numbers or branching saturated-fat fellows carboxylic acid is preferred. 
[0294]As aromatic fellows carboxylic acid by which fluoride substitution was carried out 
[ above-mentioned ], it is preferred that carbon numbers are 7-20, and a fluoride substitution thing of 
aromatic carboxylic acid which is 7-1 5 more preferably and is 7-1 1 still more preferably. Specifically, they 
are benzoic acid, substituted benzoic acid, naphthoic acid, substitution naphthoic acid, anthracene 
carboxylic acid, and substitution anthracene carboxylic acid (here). A fluoride substitution thing of aromatic 
carboxylic acid — as a substituent, an alkyl group, an alkoxy group, a hydroxyl group, a halogen atom, an aryl 
group, an acyl group, an acyloxy group, a nitro group, an alkylthio group, and an arylthio group are mentioned 
— is mentioned. Especially, a fluoride substitution thing of benzoic acid and substituted benzoic acid is 
preferred. 

[0295]Aliphatic series or aromatic carboxylic acid replaced with these fluorine atoms, One or more of a 
hydrogen atom which exists in a skeleton besides carboxyl Motomochi are replaced by fluorine atom, All 
hydrogen atoms that exist in a skeleton besides carboxyl Motomochi preferably especially are aliphatic 
series or aromatic carboxylic acid (perfluoro saturated-fat fellows carboxylic acid or perfluoro aromatic 
carboxylic acid) replaced with a fluorine atom. Thereby, sensitivity comes to be further excellent. 
[0296]an onium salt compound (sulfonium salt.) which has preferably an anion of aliphatic series replaced 
with the above fluorine atoms, or aromatic carboxylic acid as counteranion An imide carboxylate compound 
or a nitrobenzyl ester compound etc. which has carboxylate groups, such as iodonium salt, is mentioned. A 
compound more preferably expressed with following general formula (I) - (HI) is mentioned. Thereby, 
sensitivity, resolution, and an exposure margin come to be further excellent. From irradiating this compound 
with active radiation, saturated-fat fellows or aromatic carboxylic acid replaced with at least one fluorine 
atom equivalent to X "of general formula (I) - (III) is generated, and it functions as a photo-oxide generating 
agent. 
[0297] 

[Formula 155] 
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(111) 



[0298](R, - R 37 express a hydrogen atom, a straight chain, branching or an annular alkyl group, a straight 
chain, branching or an annular alkoxy group, a hydroxy group, a halogen atom, or a _ S-R 38 group 
independently respectively among the above-mentioned formula.) R 3B expresses a straight chain, branching, 
an annular alky! group, or an aryl group here. X "is the anion of aliphatic series or aromatic carboxylic acid 
replaced with at least one fluorine atom. 

X "is an anion of perfluoro aliphatic carboxylic acid or perfluoro aromatic carboxylic acid preferably, and is 
an anion of the fluoride substituted alkyl carboxylic acid of four or more carbon numbers especially 
preferably. 

[0299]The thing of 1-4 carbon numbers like a methyl group, an ethyl group, a propyl group, n-butyl group, a 
sec-butyl group, and t-butyl group in general formula (I) - (III) which may have a substituent as the straight 
chain of R, - R 38 and a branched alkyl group is mentioned. As an annular alkyl group, the thing of 3-8 carbon 
numbers like a cyclopropyl group, a cyclopentylic group, and a cyclohexyl group which may have a 
substituent is mentioned. As an alkoxy group of R, - R 37 , the thing of 1-4 carbon numbers like a methoxy 
group, an ethoxy basis, a hydroxyethoxy basis, a propoxy group, n-butoxy group, an tsobutoxy group, a 
sec-butoxy group, and t-butoxy group is mentioned. As a halogen atom of R, - R 37 , a fluorine atom, a 
chlorine atom, a bromine atom, and iodine atom can be mentioned. As an aryl group of R 3S , the thing of 6-14 
carbon numbers, such as a phenyl group, a tolyl group, a methoxypheny group, and a naphthyl group, is 
mentioned. An aryl group may have a substituent. Preferably as these substttuents The alkoxy group of 1-4 
carbon numbers, A halogen atom Ca fluorine atom, a chlorine atom, iodine atom), the aryl group of 6-10 
carbon numbers, the alkenyl group of 2-6 carbon numbers, a cyano group, a hydroxy group, a carboxy group, 
an alkoxycarbonyl group, a nitro group, etc. are mentioned. 

[0300]An iodonium compound or a sulfonium compound expressed with general formula (I) used by this 
invention - (III) has an anion of saturated-fat fellows or aromatic carboxylic acid replaced with at least one 
fluorine atom as the X for anion " . These anions are anions (-COO " ) from which a hydrogen atom of this 
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carboxylic acid (-COOH) seceded. 

[0301 ] Although an example is shown below, this invention is not limited to these. Example [ of a photo-oxide 
generating agent ] (1-1 f) - expressed with general formula (I) (I~36f) : [0302] 
[Formula 1 56] 



-I CF 3 COO {Mf ) 

(/-("C^T 1 * CF3CF * C0 ° 0-2f> 

-| + CFsfCF&COO (|_ 3 f) 

-P + CFsCCF^COO (HW ) 

1* CF 3 (CF2) 7 COO (,- 5f ) 

F-^^COO (|-6f) 
F F 

i 



F 

f B| — 1 j)-COO" (|-8f) 



f ^J-coo (i- 9f ) 

F 



[0303] 

[Formula 157] 
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Cl-22f) 



F 



[0305] 

[Formula 159] 
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1+ CF 3 (CF2hoCOO- 

(I-25f) 



(I-26f) 



•1+ CF 3 (CFd 10 CX)O- 

(I-27f) 

CF 3 (CF2) 12 COO. 
(I~28f) 

1+ CFsiCFshaCOO- 
2 

(F290 

<Q^|+ CF S (CF2) 12 COO- 

2 (1-300 



coo- 

F F r " 

(I-31f) 

f^l~Cy)- |+ CF 3 (CF2)9COO- 

W ' 2 (1-320 
[0306] 

[Formula 160] 
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1+ CFsfCFjilTCHaCHECOa- 
(I-33f) 

(1-346 

(/-)~0^-i+ CFsfCFgJTGH^H^OO- 

(I-35f) 

( 4~0)" l+ CFaCCTdrfJHaPHsCOO- 

(I-36f) 

[0307] Example [ of a photo-oxide generating agent ] (IMf) - expressed with general formula (II) (II-67f) : 
[0308] 

[Formula 161] 
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COO" (IMOf) 



-S + CFaHCOCT (ll-Hf) 
-S + CF 2 CICOO~ 0 M 2fD 

~S + FsC-Z^VcOO" (|M3f) 



F-^^-COO" <li-14f) 
F F 

CF 3 CH(OH)COO <|,_ 16f ) 

(CF 3 ) 2 C(OH)COO- (|Mei0 

-COO" (f|-17f) 



-S* CFj(CF 2 ) 18 COO- (1M 



[0310] 

[Formula 163] 



145 




146 



JP 2002-323768 




[0312] 

[Formula 165] 
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0Me ~yJ/~ S x ' FjCIC! 0~ (II Bf) 

MeO 



°*"lJ/ S \ CF 3 (CF 2 ) 3 COO~ (U-30fil 



— f>-S^ OjfCFftCOCT (11-310 

b 
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[0313] 

[Formula 1 66] 
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[0314] 

[Formula 167] 
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[0315] 

[Formula 1 68] 
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[0316] 
[Formula 16 
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[0317]Examp!e [ of a photo-oxide generating agent ] (HI-1f) - expressed with general formula (III) (HI™4f) : 
[0318] 

[Formula 1 70] 
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[031 9] Example [ of other photo-oxide generating agents ] (IV-1f) - (V-4f) : [0320] 
[Formula 171] 
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[0321 ]The compound expressed with the above-mentioned general formula (I) can make aromatic 
compounds able to react using a periodate, and can compound the obtained iodonium salt by carrying out 
salt exchange to corresponding carboxylic acid. The compound expressed with general formula (II) and 
general formula (III), For example, the phenylsulfoxide which is not replaced [ aryl Grignard reagents, such as 
aryl magnesiumbromide, substitution, or ] is made to react, and the obtained triarylsutfonium halide can be 
compounded by the method of carrying out salt exchange with corresponding carboxylic acid. The 
phenylsulfoxide which is not replaced [ substitution or ] and corresponding aromatic compounds using acid 
catalysts, such as methanesuifonic acid / diphosphorus pentaoxide, or an aluminium chloride, condensation, 
The method and diaryliodonium salt which carry out salt exchange, and a diaryl sulfide are compoundable by 
condensation, the method of carrying out salt exchange, etc. using the catalyst of copper acetate etc. Once 
leading salt exchange to a halide salt, it can carry out salt exchange aiso of also using the method of using 
silver reagents, such as silver oxide, and changing into carboxylate, or ion-exchange resin. The carboxylic 
acid or carboxylate used for salt exchange can be obtained by hydrolysis of commercial carboxylic acid 
halide, etc., using a commercial thing. 
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[0322]A thing using what is drawn from a fluoro aliphatic compound manufactured by the telomerization 
method (called the telomer process) or the co-oligomerization method (called the oligomer method) of 
carboxylic acid by which fluoride substitution was carried out as an anion portion is also preferred. About a 
manufacturing method of these fluoro aliphatic compounds, for example, "composition and a function" 
(editorial-supervision: — Nobuo Ishikawa, and issue:CMC Co., Ltd..) of a fluorine compound 117-118 pages 
of 1987, "Chemistry of Organic. Fluorine Compounds II" (American Chemical Society Monograph 187, Ed by 
Milos Hudlicky and Attila E. Pavlath) It is indicated to 747 - 752 pages of 1 995. The telomerization method is 
the method of performing a radical polymerization of fluoride content vinyl compounds, such as 
tetrafiuoroethylene, by making large alkyl halide of chain transfer constants, such as an iodide, into 
TEROGEN, and compounding a telomer (an example was shown in Scheme-1). Although a mixture of several 
compounds in which chain length differs in composition by the telomer process is obtained, it may be used 
with a mixture, and it may refine and this may be used. 

[0323]a weight ratio of a total amount of the compound a and the compounds b~d — usually — 1 / 1 - 50/1 

— desirable — 1/1-10/1 — it is 2 / 1 - 5/1 especially preferably. The total quantity of the compound a 
and compound b-d is 0.5 to 20 % of the weight usually 1 to 10% of the weight of a range more preferably 0.75 
to 15% of the weight to constituent total solids. Two or more compounds a and compound b-d may carry out 
seed content respectively. 

[0324320 g of Composition of triphenylsulfonium NONAFURORO butane sulfonate (VII-4)> 
triphenylsulfonium iodide was dissolved in 500 ml of methanol, the silver oxide 12.5g was added to this, and 
it stirred at a room temperature for 4 hours, this solution after filtering reaction mixture and removing a 
silver compound — a NONAFUROROBUTAN sulfo nick — acid — 14.9 g was added and this solution was 
condensed. After adding 300 ml of diisopropyl ether to an obtained oily matter and fully stirring, operation 
excluding diisopropyl ether by decantation was repeated twice. When reduced pressure drying of the 
obtained oily matter was carried out, 18g of objects were obtained. 

[0325]< triphenylsulfonium 10 g of synthetic > triphenylsulfonium iodide of 4-dodecylbenzene sulfonate 
(PAG4-1) was dissolved in 500 ml of methanol, the silver oxide 4.44g was added to this, and it stirred at a 
room temperature for 4 hours, this solution after filtering reaction mixture and removing a silver compound 

— 4~dodecylbenzene sulfo nick — acid — 4.67 g was added and this solution was condensed. After adding 
300 ml of diisopropyl ether to an obtained oily matter and fully stirring, operation excluding diisopropyl ether 
by decantation was repeated twice. When reduced pressure drying of the obtained oily matter was carried 
out, 6g of objects were obtained. 

[0326]20 g of Composition of triphenylsulfonium nonafluoro pentanoate (II-4f)> triphenylsulfonium iodide 
was dissolved in 500 ml of methanol, the silver oxide 12.5g was added to this, and four intervals of clear 
weather were agitated at a room temperature. After filtering reaction mixture and removing a silver 
compound, 14.9 g of nonafluoro pentanoic acid was added to this solution, and this solution was condensed. 
After adding 300 ml of diisopropyl ether to an obtained oily matter and fully agitating, operation excluding 
JIISOPUROPIBIRUETERU by decantation was repeated twice. When reduced pressure drying of the 
obtained oily matter was carried out, 18g of objects were obtained. 

[0327]An organic base nature compound can be used for a constituent of this invention. Since stability at 
the time of preservation improves further and line width change by PED decreases further by this, it is 
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desirable. A desirable organic base nature compound which can be used by this invention is a compound 
whose basicity is stronger than phenol. A nitrogen-containing basic compound is especially preferred. As 
desirable chemical environment, following formula (A) - (E) structure can be mentioned. 
[0328] 

[Formula 172] 
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[0329]A desirable compound is a nitrogen-containing basic compound which has two or more nitrogen 
atoms of different chemical environment in a nitrogen containing cyclic compound (it is also called a cyclic 
amine compound) or a monad. As a cyclic amine compound, it is more preferred that it is polycyclic 
structure. As a desirable example of a cyclic amine compound, a compound expressed with a following 
general formula (F) is mentioned. 
[0330] 

[Formula 173] 




CP) 



[0331]Among a formula (F), respectively, independently, Y and Z may contain the hetero atom and express 
the straight chain, branching, and the annular aikylene group which may be replaced. Here, as a hetero atom, 
a nitrogen atom, a sulfur atom, and an oxygen atom are mentioned. As an aikylene group, 2-10 carbon 
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numbers are preferred, and are 2-5 things more preferably. As a substituent of an alkylene group, a halogen 
atom and a halogenation alkyl group besides the alky! group of 1-6 carbon numbers, an aryl group, and an 
alkenyl group is mentioned. The compound shown below is mentioned as an example of the compound 
shown by a general formula (F). 
[0332] 

[Formula 174] 




[0333]Also in the above, it is 1 and 8-diazabicyclo. [5.4.0]Undec-7-ene, 1, 5-diazabicyclo [4.3.0]Especiaily 
non~5-ene is preferred. 

[0334]It is a compound which has especially a compound or alkylamino group including both ring structures 
containing the amino group and nitrogen atom which are not replaced [ substitution or ] preferably as a 
nitrogen-containing basic compound which has two or more nitrogen atoms of different chemical 
environment in a monad. As a desirable example, the aminopyridine which is not replaced [ the guanidine 
which is not replaced / substitution or / substitution, or ], The aminopyrrolidine which is not replaced [ the 
amino alkyl pyridine which is not replaced / substitution or / substitution or ], the inda which is not replaced 
[ substitution or ] — the pyrazoie which is not replaced [ sol, substitution, or ]. The pyrimidine which is not 
replaced [ the pyrazine which is not replaced / substitution or /, substitution or ], The amino alkyl 
morpholine etc. which is not replaced [ the amino morpholine which is not replaced / the piperazine which is 
not replaced / the pyrazoline which is not replaced / the imidazoline which is not replaced / the pudding 
which is not replaced / substitution or /, substitution, or /, substitution, or /, substitution, or /, substitution, 
or /, substitution, or ] are mentioned. Desirable substituents are an amino group, an amino alkyl group, an 
alkylamino group, an amino aryl group, an arylamino group, an alkyl group, an alkoxy group, an acyl group, an 
acyloxy group, an aryl group, an aryloxy group, a nitro group, a hydroxyl group, and a cyano group. 
[0335]As a desirable compound, especially Guanidine, 1,1-dimethylguanidine, 1,1, 3,3~tetramethyl guanidine, 
2-aminopyridine, 3-amhopyridine, 4-aminopyridine, 2-dimethylamino pyridine, 4-dimethylaminopyridine, 
2-diethylamino pyridine, 2-(aminomethyI) pyridine, 2-amino-3-methylpyridine, 2-amino-4™methylpyridine, 

2- amino™5-methylpyridine, 2-amino-6-methylpyridine, 3-aminoethyl pyridine, 4-aminoethyl pyridine, 

3- aminopyrrolidine, a piperazine, N-(2-aminoethyl) piperazine, N-(2-aminoethyi) piperidine, the 4-amtno- 2, 
2, and 6, 6~tetramethylpiperidine, 4-piperidino piperidine, 2-imino piperidine, 1-(2-aminoethyl) pyrrolidine, A 
pyrazoie, 3-amino-5-methyl pyrazoie, a 5-amino-3-methyl~1-p~tolyl pyrazoie, Pyrazine, 
2-(aminomethyl)-5~methyl pyrazine, pyrimidine, 2,4-diaminopyrimidine, 4,6-dihydroxypyrimidine, 
2-pyrazoline, 3-pyrazoline, N-amino morpholine, Although N~(2~aminoethyl) morpholine, trimethyi imidazole, 
triphenylimidazole, methyldiphenylimidazole, etc. are mentioned, it is not limited to this. 

[0336]These nitrogen-containing basic compounds are independent, or are used together two or more sorts. 
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The amount of nitrogen-containing basic compound used is usually 0.01 to 5 weight section preferably 0.001 
to 10 weight section to photosensitive resin composition (except for solvent) 100 weight section. The 
above-mentioned effect is not acquired in less than 0.001 weight sections. On the other hand, when ten 
weight sections are exceeded, there is a tendency for the development nature of a fall of sensitivity or a 
non-exposed area to get worse. 

[0337]A chemical amplification type positive-resist constituent of this invention can be made to contain a 
compound etc. which have two or more phenolic OH radicals which promote solubility over a surface-active 
agent, a color, paints, a plastbizer, a photosensitizer, and a developing solution if needed. 
[0338]To a photosensitive resin composition of this invention, it is preferred to contain a surface-active 
agent. Specifically Polyoxyethylene lauryl ether, polyoxyethylene stearylether, Polyoxyethylene alkyl ether, 
such as polyoxyethylene cetyl ether and polyoxyethylene oleylether. Polyoxyethylene alky! aryl ether, such 
as polyoxyethylene octylphenol ether and polyoxyethylene nonyl phenol ether. Polyoxyethylene 
polyoxypropylene block copolymer. Sorbitan monolaurate, sorbitan monopalmitate, sorbitan monostearate, 
Sorbitan fatty acid ester species, such as sorbitan monooleate, sorbitan trioleate, and sorbitan tristearate, 
Polyoxyethylene sorbitan monolaurate, polyoxyethylene sorbitan monopalmitate, Polyoxyethylenesorbitan 
monostearate, polyoxyethylene sorbitan trioleate, The Nonion system surface-active agents, such as 
polyoxyethylene sorbitan fatty acid ester, such as polyoxyethylene sorbitan tristearate, EFUTOPPUEF301, 
EF303, EF352 (made in new Akita Chemicals), the megger fuck F171, F173, F176, F189, R08 (made by 
Dainippon Ink), Fluorad FC430, FC431 (made by Sumitomo 3M), Fluorochemical surfactants, such as Asahi 
guard AG710, the Sir chlorofluocarbon S-382, SC101, SC102, SC103, SC104, SC105, and SC106 (made by 
Asahi Glass Co., Ltd.), Organosiloxane polymer KP341 (made by Shin-Etsu Chemical Co., Ltd.), an acrylic 
acid series or methacrylic acid series (**) polymerization poly flow No.75, No.95 (product made from 
Kyoeisha Fatty chemistry Industry), Troysol S-366 (made in Troy Chemical), etc. can be mentioned. Also in 
these surface-active agents, a fluorine system or a silicon system surface-active agent is preferred in 
respect of spreading nature and developing defect reduction. Loadings of a surface-active agent are usually 
0.01 % of the weight - 1 % of the weight preferably to solid content of all the constituents in a constituent of 
this invention 0.01 % of the weight - 2% of the weight, these surface-active agents are one-sort independent 
— it is — it can use combining two or more sorts. 

[0339]Sensitivity can be given to i or g line for a chemical amplification type positive resist of this invention 
by making a long wavelength field carry out sensitization from far-ultraviolet [ in which adds a spectral 
sensitization agent which is listed below and an acid generator to be used does not have absorption ]. As a 
suitable spectral sensitization agent, specifically Benzophenone, p,p'-tetramethyldiaminobenzophenone, 
P.p'-tetraethyl ethylamino benzophenone, 2-chIoro thioxan ton, Antron, 9-ethoxyanthracene, anthracene, 
pyrene, perylene, Phenothiazin, benzyl, an acridine orange, a benzoflavin, Setoflavine T, 
9,10-diphenylanthracene, 9-fluorenone, An acetophenone, phenanthrene, 2-nitrofluorene, 
5-nitroacenaphthene, Benzoquinone, a 2-chloro-4-nitroaniline, N-acetyl-p~nitroaniline, P-nitroaniiine, 
N-acetyl-4-nitro 1-naphthylamine, PIKURAMIDO, anthraquinone, 2-ethylanthraquinone, 
2-tert-butylanthraquinone, Although it is 1 ,2-benz Anthraquinone, 3-metbyhl ,3-diaza-1 ,9-benz anthrone, 
dibenzal acetone, 1,2-naphthoquinone, a 3,3'-carbonyl screw (5,7-dicarbomethoxycoumarin), coronene, etc., 
it is not limited to these. 
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[0340]As a compound which has two or more phenolic OH radicals which promote solubility over a 
developing solution, A polyhydroxy compound is mentioned and preferably to a polyhydroxy compound. 
Phenols, resorcinol, phloroglucine, fluoro GURUSHIDO, 2,3,4-trihydroxy benzophenone, 
2,3,4,4-tetrahydroxybenzophenone, alpha, alpha", alpha'Hxis (4-hydroxyphenyl)-1,3,5-triisopropyi benzene, 
There are tris(4-hydroxyphenyl) methane, tris(4~hydroxyphenyl) ethane, and 
1,1"-bis(4~hydroxyphenyI)cyclohexane. 

[0341]As a solvent which can melt a chemical amplification type positive-resist constituent of this invention 
in a solvent which dissolves each above-mentioned ingredient, can be applied on a base material, and can be 
used, Ethylene dichloride, cyclohexanone, cyclopentanone, 2~heptanone, Gamma-butyrolactone, methyl 
ethyl ketone, ethylene glycol monomethyl ether. Ethylene glycol monoethyl ether, 2~methoxy ethyl acetate, 
Ethylene glycol monoethyl ether acetate, propylene glycol monomethyl ether, 

Propylene-glycol-monomethyhether acetate, toluene, ethyl acetate, Methyl lactate, ethyl lactate, methoxy 
methyl propionate, and ethoxyethyl propionate, methyl pyruvate, ethyl pyruvate, pyruvic acid propyl, N, and 
N-dimethylformamide, dimethyl sulfoxide, N-methy! pyrrolidone, a tetrahydrofuran, etc. are preferred — 
these solvents — it is used, independent or mixing. 

[0342]The above-mentioned chemical amplification type positive-resist constituent on a substrate 
(example: silicon / diacid-ized silicon covering) which is used for manufacture of a precision integrated 
circuit device A spinner, A good resist pattern can be obtained by exposing through a predetermined mask 
after spreading with suitable coating methods, such as a coating machine, and developing negatives by 
performing bake. 

[0343]As a developing solution of a chemical amplification type positive-resist constituent of this invention, 
For example, sodium hydroxide, a potassium hydrate, sodium carbonate, a sodium silicate, Inorganic alkali, 
such as sodium phosphate, metasilicic acid sodium, and an ammonia solution. Primary amine, such as 
ethylamine and n-propylamine, dtethylamine, Tertiary amine, such as the 2nd amines, such as 
di-n-butyiamine, triethylamine, and methyldiethylamine. Alcohol amines, such as dimethylethanolamine and 
triethanolamine. Amide, such as a formamide and an acetamide, tetramethylammonium hydroxide, Trimethyl 
(2-hydroxyethyl) ammonium hydroxide, tetraethylammoniumhydroxide, Tributyl methylammonium hydroxide, 
tetraethanol ammonium hydroxide, Methyl triethanol ammonium hydroxide, BENJIRUMECHIRU diethanol 
ammonium hydroxide, Quarternary ammonium salt, such as BENJIRUJI methylethanoi ammonium hydroxide, 
benzyl triethanol ammonium hydroxide, tetrapropylammonium hydroxide, and tetrabutylammonium hydroxide, 
There are solution of alkali, such as cyclic amines, such as pyrrole and piperidine, etc. 
[0344] 

[Example]Hereafter, although this invention explains still more concretely, this invention is not limited to 
these. 

(Resin, the acid generator, organic base, surface-active agent which were used in the example) Composition 
of resin of this invention is compoundable even if it uses any of the method of using vinyl ether, and the 
aceta! exchange buffering method using alcohol and alkyl vinyl ether, about acetalization. 
[Composition of synthetic example 1-1 vinyl ether] Ethyl vinyl ether was mixed in phenethyl alcohol, mercury 
acetate was added there, and it stirred at the room temperature for 12 hours. After extracting and rinsing 
with ethyl acetate and water, phenethyl vinyl ether (X™1) which is an object was obtained by distillation 
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under reduced pressure. 

[Composition of synthetic example 1-2 vinyl ether] Ethyl vinyl ether was mixed in phenethyl alcohol, the 
palladium 1 and 10 phenanthroline complexes were mixed there, and it stirred at the room temperature for 
20 hours. After extracting and rinsing with ethyl acetate and water, phenethyl vinyl ether (X-1) which is an 
object was obtained by distillation under reduced pressure. 

[Composition of synthetic example 1-3 vinyl ether] 2-chIoroethyl vinyl ether was added to the THF solution 
of phenylmagnesiumbromide or phenyllithium, and heating flowing back was carried out for 16 hours. After 
extracting and rinsing with ethyl acetate and water, phenethyl vinyl ether (X-1) which is an object was 
obtained by distillation under reduced pressure. 

[The synthetic example 1-4-10] The same method as the synthetic example 1-1 was chosen suitably, and 

vinyl ether of X-2 to X-6 was obtained, respectively. 

[0345] 

[Formula 1 75] 




[0346] [Synthetic example II-1] The polymerization reaction was performed by dissolving 32.4 g (0.2 mol) of 
p-acetoxystyrene in 120 ml of butyl acetate, adding 0.033 g of azobisisobutyronitrile 
(azobisuisobutironitoriru) 3 times every 2.5 hours at 80 ** under a nitrogen air current and stirring, and 
finally continuing stirring for further 5 hours. Reaction mixture was supplied to 1200 ml of hexane, and white 
resin was deposited. It dissolved in 1 50 ml of methanol after drying the obtained resin. The solution of 50 ml 
of 7.7g (0.19 mol) of sodium hydroxide / water was added to this, and it was made to hydrolyze by carrying 
out heating flowing back for 3 hours. Then, 200 ml of water was added and diluted, chloride neutralized, and 
white resin was deposited. The ** exception carried out this resin, and it was rinsed and dried. It dissolved in 
200 ml of tetrahydrofurans, and dropping and repreciprtation were performed, stirring violently in the 
ultrapure water of 5L. This reprecipitation operation was repeated 3 times. 120 ** of obtained resin was 
dried in the vacuum dryer for 12 hours, and the poly (p-hydroxystyrene) alkalis soluble resin R-1 was 
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obtained. The weight average molecular weight of the obtained resin was 1 5000. 
[0347] [Synthetic example II— 2] Based on the conventional method, drying, 35.25g (0.2 mol) of 
p-tert-butoxystyrene monomers which carried out distillation refining, and 5.21 g (0.05 mo!) of t~Bu styrene 
monomers were dissolved in 100 ml of tetrahydrofurans. The polymerization reaction was performed by 
adding 0.033 g of azobisisobutyronitrile (azobisuisobutironitoriru) 3 times every 2.5 hours at 80 ** under a 
nitrogen air current and stirring, and finally continuing stirring for further 5 hours. Reaction mixture was 
supplied to 1200 mi of hexane, and white resin was deposited. It dissolved in 150 ml of tetrahydrofurans 
after drying the obtained resin. After adding 4N chloride to this and making it hydroiyze by carrying out 
heating flowing back for 6 hours, it reprecipitates to the ultrapure water of 5L, and the ** exception carried 
out this resin, and it was rinsed and dried. It dissolved in 200 ml of tetrahydrofurans, and dropping and 
reprecipitation were performed, stirring violently in the ultrapure water of 5L This reprecipitation operation 
was repeated 3 times. 120 ** of obtained resin was dried in the vacuum dryer for 12 hours, and the poly 
(p-hydroxystyrene / t-butylstyrene) copolymer alkalis soluble resin R-2 was obtained. The weight average 
molecular weight of the obtained resin was 12000. 

[0348][Synthetic example II— 3] The Nippon Soda Co., Ltd. make and poly (p~hydroxy styrene) (VP8000) were 

used as the alkalis soluble resin R-3. Weight average molecular weight was 9800. 

[0349] 

[Synthetic example HI— 1] 

Alkalis soluble resin R-3 obtained by synthetic example II— 3 80 ml of 20g 

propylene-glycohmonomethyl-ether acetate (PGMEA) was dissolved in the flask, distillation under reduced 
pressure was performed, and azeotropy distilling off of water and the PGMEA was carried out. After water 
checked having become low enough, 7.0 g and 50 mg of p-toluenesulfonic acid were added, the vinyl ether 
X-1 obtained in the synthetic example 1-1 was stirred at the room temperature for 1 hour, triethylamine was 
added, and the reaction was ended. The alkalis soluble resin B-1 which has a substituent which distills off 
PGMEA for ethyl acetate, water, and azeotropy by decompression distilling off to reaction mixture, and 
starts this invention in ethyl acetate at it after rinsing further, addition and was obtained. The weight 
average molecular weight of the obtained resin was 1 1000. 
[0350] 

[Synthetic example III— 2] 

Alkalis soluble resin R~3 obtained by synthetic example II— 3 80 ml of 20g 

propylene-glycol-monomethyhether acetate (PGMEA) was dissolved in the flask, distillation under reduced 
pressure was performed, and azeotropy distilling off of water and the PGMEA was carried out. After water 
checked having become low enough, 7.0 g, 6.5g of t-butylvinyl ether, and 50 mg of p-toluenesulfonic acid 
were added, phenethyl alcohol was stirred at the room temperature for 1 hour, triethylamine was added, and 
the reaction was ended. The alkalis soluble resin B-1 which has a substituent which distills off PGMEA for 
ethyl acetate, water, and azeotropy by decompression distilling off to reaction mixture, and starts this 
invention in ethyl acetate at it after rinsing further, addition and was obtained. The weight average molecular 
weight of the obtained resin was 1 1000. 

[0351]Similarly, the alkalis soluble resin shown in the following table 1 and the resin B-2 to B-1 2 which has 
a substituent concerning this invention using vinyl ether were obtained. Similarly, using the alkalis soluble 
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resin and vinyl ether which were shown in the following table 1, the same resin as the above was 
compounded, and also 1.5 g of pyridine and the acetic anhydride 1.5g were added there, it stirred at the 
room temperature for 1 hour, and the alkalis soluble resin B-13 to B-24 which has a substituent concerning 
this invention was obtained. 
[0352] 
[Table 1] 
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[0353]B-2 to B-24 was similarly obtained from the alcohol which corresponds even if it uses the 
above-mentioned acetal exchange buffering method, and t-butylvinyl ether. 

[0354] [Synthetic example IV- 1] The resin C-1 was obtained using the alkalis soluble resin shown in the 

following table 2, and the ethyl vinyl ether (Y-1) shown with a following formula. 

[0355] 

[Formula 176] 



[0356] 
[Table 2] 
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[0357]Poly (p-1-benzyloxy 1 -methylethoxy styrene / p-hydroxystyrene / p-tert-butoxystyrene) given in 

JP,8-123032,A was used as the resin C~2. 

[0358][The synthetic example V-1] (Composition of D-1) 

A commercial triarylsulfonium C! salt (product triphenyisuifonium chloride made from Fluka 50% solution), 
The solution 1 9.9g (0.030 mol) of mixtures, such as triphenyisuifonium and a 

4,4'-bis(diphenylsulfonio)diphenylsulfide, was dissolved in 200 ml of ion exchange water. In this solution, 400 
ml of ion-exchange-water solution of 10.5 g (0.030 mol) of Na salt of the hard type (branch-type) 
dodecylbenzenesulfonic acid of the following structure was added under stirring at the room temperature. 
The depositing ** tone solid was separated by decantation, and it rinsed with the ion exchange water 1L. 
The obtained ** tone solid is dissolved in 100 ml of acetone, it supplied to 500 ml of ion exchange water 
under stirring, and it was made to recrystallize. As a result of drying a sludge at 50 ** under a vacuum, the 
glassy solid 15.5g was obtained. By NMR measurement, it checked that this solid was an acid generator 
(D-1) which is an object. 
[0359] 

[Formula 177] 



[0360][The synthetic example V-2] (Composition of D~2) 

68 g (0.174 mol) of triphenyisuifonium iodide and the silver oxide 42.5g (0.183 mol) were dissolved in 500 ml 
of methanol, and it agitated at the room temperature for 5 hours. After the ** exception's having carried out 
insoluble matter, adding the triisopropyl benzenesulfonic acid 59.4g (0.209 mol) and agitating at a room 
temperature for 3 hours, it condensed, and was considered as the granular material and it was rinsed. The 
obtained granular material was recrystallized in ethyl acetate/acetone =6/4, and 50g of acid generators 
(D-2) which are an object were obtained. Structure was checked in NMR. 
[036l][The synthetic example V-3] (Composition of D-3) 

Carried out agitation mixing of 7 g of diphosphorus pentaoxide, and 70 g of the methanesulfonic acid, and it 
was made to dissolve, and agitated at the room temperature. 25 g (0.124 mol) of diphenyl sulfoxide and 
n-butoxybenzene 20.4g (0.136 mol) were added and agitated, and it agitated at 50 ** for 4 hours. 500 m! of 
ice water was filled with the obtained reaction mixture, and washing was used twice with 1 50 ml of toluene, 
it was made alkalescence by tetramethylammonium hydroxide, and the solution of BUTOKISHIFENIRU 
diphenyl sulfonium methanesulfonate was obtained. After adding and agitating 1000 ml of ethyl acetate to 
this, the solution which added butanol to 2-sulfo benzoic acid cyclic anhydride 26g(0.14 mol) was added and 
agitated. Since liquids were separated to an organic phase and the aqueous phase, 500 ml of 
tetramethylammonium hydroxide solution washed twice 1 0%, three rinsings carried out further, the organic 
phase was dried and condensed and the acid generator (D-3) which is an object was obtained. 
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[0362][The synthetic example V-4] (Composition of D-4) 

1) 25 g of synthetic pentafluorobenzene sulfonyi chloride of the pentafluorobenzene sulfonic acid 
tetramethylammonium salt was dissolved in 100 ml of bottom methanol of ice-cooling, and the 
tetramethylammonium hydroxide solution 100g was slowly added to this 25%. When stirred at the room 
temperature for 3 hours, the solution of the pentafluorobenzene sulfonic acid tetramethylammonium salt 
was obtained. This solution was used for the salt exchange with sulfonium salt and iodonium sail 

2) Synthetic t-amyl benzene 60g of JI (4-t-amyl phenyl) iodonium pentafluorobenzene sulfonate (D-4), the 
potassium iodate 39.5g, the acetic anhydride 81 g, and 170 ml of dichloromethane were mixed, and the 
bottom concentrated sulfuric acid 66.8g of ice-cooiing was slowly dropped at this. After agitating under 
ice-cooling for 2 hours, it agitated at the room temperature for 1 0 hours. 500 ml of water was added to 
reaction mixture under ice-cooling, and when this was condensed after dichloromethane extracted and 
sodium bicarbonate and water washed the organic phase, Jl (4-t~amyl phenyl) iodonium sulfate was 
obtained. This sulfate was added to the solution of an excessive amount of pentafluorobenzene sulfonic acid 
tetramethylammonium salts. 500 ml of water was added to this solution, and when this was condensed after 
dichloromethane extracted and tetramethylammonium hydroxide solution and water washed the organic 
phase 5%, JI (4-t-amyl phenyl) iodonium pentafluorobenzene sulfonate (D~4) was obtained. 
[0363][The synthetic example V-5] (Composition of D-5) 

50 g of diphenyl sulfoxide was dissolved in 800 ml of benzene, 200 g of aluminium chlorides were added to 
this, and it flowed back for 24 hours. The ice 2L was slowly filled with reaction mixture, 400 ml of 
concentrated hydrochloric acid was added to this, and it heated at 70 ** for 10 minutes. After washing and 
filtering this solution with 500 ml of ethyl acetate, what dissolved the ammonium iodide 200g in 400 ml of 
water was added. When the depositing granular material was washed and dried with ethyl acetate after 
rinsing, **** and, 70g of triphenylsulfonium iodide was obtained. 30.5 g of triphenylsulfonium iodide was 
dissolved in 1000 ml of methanol, the silver oxide 1 9.1 g was added to this solution, and it agitated at the 
room temperature for 4 hours. The solution was filtered and the solution of an excessive amount of 
pentafluorobenzene sulfonic acid tetramethylammonium salts was added to this. Reaction mixture was 
condensed, this was dissolved in 500 ml of dichloromethane, and tetramethylammonium hydroxide solution 
and water washed this solution 5%. When the organic phase was condensed after desiccation with anhydrous 
sodium sulfate, triphenylsulfonium pentafluorobenzene sulfonate (D~5) was obtained. 
[0364][The synthetic example V-6] (Composition of D-6) 

If 50 g (product triphenylsulfonium chloride made from Fluka 50% solution) of triarylsulfonium chloride is 
dissolved in 500 ml of water and the solution of an excessive amount of pentafluorobenzene sulfonic acid 
tetramethylammonium salts is added to this, oil has deposited. When the oil obtained by removing a 
supernatant fluid by decantation was rinsed and it dried, triarylsulfonium pentafluorobenzene sulfonate 
(D-6) was obtained 

[0365]1-diazo 1 -methyl sulfonyi 4-phenylbutan-2~one given in JP,8-123032,A was used as the acid 
generator D-7. Respectively, D~8 and D-9 were illustrated previously, and (II~4f) express (II-5). 
[0366](E-D of the following structure, (E-2), and (E~3) were used as an organic base. 
[0367] 

[Formula 178] 
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[0368] As a surface-active agent (F~1), the megger fuck R08 (made by Dainippon Ink) was used. As a 
surface-active agent (F~2), Troysol S-366 (made in Troy Chemical) was used. 
[0369](Examples 1-22, comparative examples 1-3) 

[Preparation and evaluation of a photosensitive composition] Each raw material shown in the following table 
3 was dissolved in PGMEA(propylene-glyco!-monomethyl-ether acetate)8g, it filtered with a 
0.2-micrometer filter, and the resist solution was created. The amount of the surface-active agent used 
was 0.0035g. Using the spin coater, this resist solution was applied on the silicon wafer, was dried with the 
vacuum absorption type hot plate for 1 30 ** and 60 seconds, and the resist film of 0.3 micrometer of 
thickness was obtained. 
[0370] 
[Table 3] 
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[0371 ]AII the using rates of D-2/D-3, D-2/D-4, D-2/D-6, D-2/D-5, and D-4/D-5 were 50:50 among Table 
3. The using rate of F-2-/F-1 of Examples 17 and 18 was 50:50. The using rate of E-2/E-3 of Examples 19 
and 20 was 60:40. The using rate of E-1/E-2 of Example 22 was 50:50. These using rates are the same also 
in Table 5. 

[0372]This resist film was irradiated by using an electron beam irradiation device (accelerating voltage 
50KeV). An after-exposure 100 ** hot plate performed heating for 60 seconds, and it was promptly 
immersed for 60 seconds in 0.26N tetramethylammonium hydroxide (TMAH) solution, and rinsed and dried 
with water for 30 seconds. Thus, the pattern on the obtained silicon wafer was observed with the scanning 
electron microscope, and the performance of resist was evaluated. The result is shown in Table 4. 
Resolution expresses the marginal resolution in the light exposure reproducing the mask pattern of a 
0.15-micrometer line and space. The obtained resist pattern was observed by an optical microscope or SEM, 
and the degree of the inverse tapered shape of a resist pattern was observed. The degree of inclination of 
the inverse tapered shape of a pattern made x that by which O has very few things (almost rectangular 
profile) observed, and the inverse tapered shape of O and a pattern is clearly observed in few things. After 
neglecting the resist film obtained as mentioned above for 240 minutes under a high vacuum within an 
electron beam irradiation device, like the above, negatives were exposed and developed and the resist 
pattern was formed The marginal resolution (A) of the pattern produced by neglecting it for 240 minutes 
under a high vacuum as mentioned above and the marginal resolution (B) of the pattern obtained without 
neglecting it under a high vacuum were measured, and the rate of change was calculated as follows. The 



smaller one of the value is good. 
Rate-of-change = {1-|(BMA) |/(B)] x100 [0373] 



[Table 4] 
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[0374]Although the positive resist composition of each example concerning this invention obtained the 
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result which should be satisfied, respectively, especially its resist composition of each comparative example 
was dissatisfied about the line width variation by resist pattern shape and length soaking time, so that 
clearly from the result of Table 4. 

[0375](Examples 23-56, comparative examples 4-6) Except having prepared resin of the structural unit 
shown by general formula (I), (II), and (III) as shown in the following table 5, resist liquid was produced like 
Examples 1-22, and a 0.3-micrometer resist film was obtained similarly. The result evaluated by the same 
method as Examples 1-22 about the line width variation depended every length within resolution, a resist 
pattern profile, and a vacuum chamber is shown in Table 6. 
[0376] 



[Table 5] 

m 











* 






<0 


stm 




B , ia ' 


20/10/70 




D- 1 




E-2 


0.002 


F-2 


(M J 




iB/io/i 1 








E-2 


0.002 


F-l 


M'MH 


r , , _ 


20/ ' 1 


LS 


D- i 


0.15 


E-3 


0.002 


F - 1 






2m n ?() 




D— i 


0.15 


E-2 


0.002 


F- 1 


h I 2 


i~ 1 ' 


18/10/72 


T"?6 


D-2 


0.15 


E- 1 


n,oo2 


F-2 






20/10/ j 








E-2 0.O02 


F- 1 










0- 1 




E-3 


0.002 


F- 1 




'! 1: 




; <?5 


D-2 


0 16 


E-2/E-3 


0.002 


i" - 2 










D-2 




E-3 


3.01 2 


F - 1 


1'fiT 
B : i.2 


17/7/25 
1.V7/-H 








^ m i 




F- 1 


j sr. 


D- I 


>' in' 


E-2 


C ( i,--! 


F-l 


Utfr i'. 


1.95 


D-3 


0.16 


2/E u 


Q.0C2 


;- i 


m m -'» 


B-l!> 


ivum 


1.96 


D-3 


0.15 


K - 2 


C 002 


F-2 


mmi S3 


B-20 


18/10/72 


1.95 


D- 1 


0.15 


E-2 


0,002 


. 1 


■M® n 


B 21 
B-22 


20/10/70 


1.9B 


D-3 


0.15 


E-3 


< 


■ . 




i .-.>:; 


D-3 


0.15 


E-2 


0.002. 


F-2 


■>:**, » 


P-3" 




1.95 


D- 1 


0.15 


E-3 


0.002 


F- 1 


•mff- 1> 


B-24 


18/10/72 


1.96 


D- 1 


0.15 


E-2 


0.002 


F- 1 




B-l-1 


18/10/ 2 


1.95 


;>- 2 


CHS 


E-2 




f - : 


mm 4'. 


B I 


18/10/72 


1.95 


D-3 


0.15 


E-2 


0.(H 2 


F-2 


Ktftf -a 


B H 


18/10/72 


1.95 


D-4 


0,15 


E-2 


0,002 


F 1 


v, •••• 


R-14 


18/10/72 


1.95 


D-5 


0.15 


E-2 


0.002 


F - 1 


mmv> 


R-1.4 


18/10/72 


1.95 


D-6 


0.16 


E-3 


0,002 


F-l 


mm 4$ 


B-12 


16/7/78 


1.95 


D- 1 


0.16 


E-2 


0,002 


F-l 


ms.m it 


B12 


15/7/78 


1 95 


D-2 


0,15 


E-2 


0.002 


F-l 


■m m ib 


B12 




: 


D-4 


0.15 


E-2 


0.002 


F-2 


mm & 


E-12 


15/7/78 


.95 


D-5 


0.15 


E-3 


0.002 


F-l 




E-12 


UV7/7B 


1.95 


D-6 


0.15 


E-2 


() 002 


? - 1 


1,1 




18/10/72 


1.95 


D-2/D-8 


0.15 


E-2 


0.002 


F-l 


nr.-.: 


f '! 


16/7/78 


!.9f) 


D-2/D-9 


0.15 


E-2 




F-l 


*•?*.••• . ■ 


B V 


18/10/72 


1.95 


D-2/D-3 


0.15 


E-2/E-3 


0.002 


P-2 


mm i 


B 12 


1S7/7B 


:.'.>-> 


D-2/D-3 


0.15 


3 IE 3 


0.002 


F-2 




B 14 


18/10/72 


1.95 


D-2/D-8 




E-3 




F-l 


mu \ g 




15/7/7B 


1 * i 


B-Z/D-3 




B-JMB-8 


0.002 


F-l 




C-l 


40/0/60 


1.95 


D-2 


0.15 


E~2 


0.002 




t« /' - 


C-2 


SO, 10/60 


1,03 


D-7 


0.15 


E-2 


0.002 




mm b 


C-l 


40/0/60 


1.95 


D-T 


0.16 


E-2 


0.002 





[0377] 
[Table 6] 
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[0378]Although improvement much more about the line width variation depended every length within a 
resist pattern profile and a vacuum chamber was made and especially the positive resist composition of 
each example concerning this invention obtained the result which should be satisfied, respectively, so that 
clearly from the result of Table 6, Especially the resist composition of each comparative example was 
dissatisfied about the line width variation depended every length within a resist pattern profile and a vacuum 
chamber. 
[0379] 

[Effect of the InventionjAccording to this invention, the chemical amplification type positive resist 
composition in which the line width variation depended every length within a resist pattern profile and a 
vacuum chamber has been improved is provided. 



[Translation done.] 
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